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Part I: Desulfurization of Coal and Coal Char at 
Various Temperatures and Pressures 

Introduction 

This work was undertaken to obtain a better understanding 
of the desulfurization of Illinois No. 6 coal and of char derived 
therefrom. In particular, the effect of temperature, pressure, and 
methane content of the gas on the rate of sulfur removal and the 
final sulfur content of the product was studied. 

The desulfurization of high-sulfur coals, cokes, and 
chars has been the subject of many investigations in the past, 
those pertaining to the desulfurization of coke going back as far 
as the 1850's. In recent times the subject has gained importance 
because of the necessity of utilizing large reserves of high-sulfur 
coal and of reducing the emission of sulfur-bearing gases in plants 
using coal or coke. 

Experimental 

Illinois No. 6 coal or char derived therefrom was used in 
all experiments; the size of the particles was between 12 and 
18 mesh (average particle diameter ~ 1 . 3  mm). The coal was dried 
for 24 hours at 110°C before it was used. Two types of char were 
prepared by treating the dried coals in n2 for 3 hours at 600 or 
800'C. The total sulfur content and the amounts of the various 
forms of sulfur present in the coal and the char (prepared at 
6 O O O C )  are given in Table I. 

The desulfurization experiments, using either dried coal 
or one of the chars, were done in H2, He, CH4, and mixtures of H2 
and CH4 for periods of time up to 3 hours at 600 and 800OC at pres- 
sures up to 10 atm. For each experiment 100 to 250 mg of sample, 
contained in a platinum or nickel basket, was suspended in the hot 
zone of a resistance furnace. The gas flow rate was 0.5 l(STP)/min 
in all cases. The samples were lowered into and pulled out of the 
hot zone as quickly as posslble Gnder a flow of He. A-t the end of 
an experiment the entire sample was analyzed for total sulfur by 
means of the combustion method(1). 

In selected cases surface-area measurements on partially 
desulfurized samples were made using the BET method. Use was also 



made of e l e c t r o n - p r o b e  a n a l y s i s  and o p t i c a l  microscopy,  i n  p a r t i c u l a r  
i ,n  t h o s e  c a s e s  where t h e  form o f  the s u l f u r  w a s  o f  i n t e r e s t .  

R e s u l t s  and D i s c u s s i o n  

The r e s u l t s  f o r  t h e  d e s u l f u r i z a t i o n  o f  d r i e d  c o a l  i n  H 2 ,  
CH4, and H e  a t  600 a n d  800°C are  shown i n  F i g u r e s  1 and 2 .  I n  a l l  
cases a r a p i d  l o s s  o f  s u l f u r  d u r i n g  t h e  f i r s t  30  minutes  is observed .  
T h i s  i n i t i a l  r a p i d  d e s u l f u r i z a t i o n  i s  due p a r t l y  t o  t h e  r e d u c t i o n  
of p y r i t e  (FeS2) t o  p y r r h o t i t e  (FeS) and p a r t l y  t o  t h e  loss o f  less 
s t a b l e  o r g a n i c  s u l f u r .  

The coal o r i g i n a l l y  c o n t a i n e d  0.52 p e r c e n t  s u l f u r  as 
p y r i t e  ( T a b l e  I ) ,  p r e s e n t  a s  p a r t i c l e s  w i t h  an a v e r a g e  d i a m e t e r  1 
t o  50 p .  T y p i c a l  p y r i t e  p a r t i c l e s ,  as  observed  i n  t h e  d r y  c o a l ,  
are shown i n  F i g u r e  3a and b. E lec t ron-probe  a n a l y s i s  showed t h a t  
t h e s e  p a r t i c l e s  have a composi t ion  approaching  t h a t  of  FeS2 
( F i g u r e  3 c ) .  

The p a r t i a l  p r e s s u r e  of  s u l f u r  i n  e q u i l i b r i u m  w i t h  FeS2 
and  FeS i s  1 a t m  a t  69OoC(2) .  T h e r e f o r e ,  some decomposi t ion o f  
p y r i t e  i n t o  p y r r h o t i t e  i s  e x p e c t e d  i n  a n  i n e r t  a tmosphere a t  600OC. 
T h i s  i s  shown i n  F i g u r e  3d,  e, and f f o r  a c o a l  which w a s  t r e a t e d  
fo r  1 0  min i n  H e  a t  600'C. The composi t ion  of t h e  l a r g e  porous  
p a r t i c l e  i n  F i g u r e  3d w a s  found t o  be close t o  t h a t  o f  p y r r h o t i t e ,  
as shown by F i g u r e  3 e ,  whereas  t h e  t w o  smaller p a r t i c l e s  i n  F i g u r e  3d 
had a composi t ion between p y r i t e  and  p y r r h o t i t e  ( F i g u r e  3 f ) .  

F i g u r e  39 i s  a micrograph of  c h a r  prepared  a t  6OO0C, t h e  
chemica l  a n a l y s i s  of  which i s  shown i n  T a b l e  I.  T h i s  c h a r  s e r v e d  
as  t h e  s t a r t i n g  ma te r i a l  f o r  subsequent  d e s u l f u r i z a t i o n  exper iments .  
The porous p a r t i c l e s ,  i n  t h e  c e n t e r  o f  t h e  micrograph ,  are  p y r r h o t i t e  
formed by the comple te  r e d u c t i o n  of  p y r i t e ,  a s  evidenced by t h e  
x-ray spectrum i n  F i g u r e  3h. T h i s  o b s e r v a t i o n  i s  i n  keeping w i t h  
t h e  chemica l  a n a l y s i s  i n  Table I which showed t h a t  no p y r i t i c  
s u l f u r  was p r e s e n t  i n  t h i s  c h a r .  

I t  i s  i n t e r e s t i n g  t o  n o t e  t h a t  t h e  observed  g a s i f i c a t i o n  
i n  CH4 is t h e  same a t  600  and 800°C, whereas  i n  H e  o r  H 2  t h e  g a s i f i -  
c a t i o n  is a b o u t  20  p e r c e n t  h i g h e r  a t  800°C t h a n  a t  600OC. It  i s  
g e n e r a l l y  a c c e p t e d  t h a t  t h e  c a r b o n i z a t i o n  o f  coal t a k e s  p l a c e  i n  
t w o  s t a g e s ( 3 ) .  I n  t h e  t e m p e r a t u r e  r a n g e  350 t o  55OOC t h e  s o - c a l l e d  
p r i m a r y  d e v o l a t i l i z a t i o n  ( n o t  i n v o l v i n g  C H 4 )  t a k e s  p l a c e .  The 
secondary  g a s i f i c a t i o n ,  i n v o l v i n g  main ly  t h e  r e l e a s e  of  CH4 and 
H2, b e g i n s  a t  a b o u t  700'C. In  t h e  p r e s e n c e  of  CH4,  secondary  
g a s i f i c a t i o n  is t h e r e f o r e  i n h i b i t e d  a t  8 O O O C  and i n v o l v e s  main ly  
the pr imary  d e v o l a t i l i z a t i o n  e q u a l  t o  t h a t  o b s e r v e d  a t  600'C. 

Although t w o  t y p e s  o f  c h a r  w e r e  used i n  t h e  d e s u l f u r i z a t i o n  
e x p e r i m e n t s ,  o n l y  t h e  e x p e r i m e n t a l  r e s u l t s  p e r t a i n i n g  t o  t h e  c h a r  
prepared  a t  600°C are p r e s e n t e d  h e r e .  The r e s u l t s  o b t a i n e d  f o r  t h e  
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char prepared at 8OO0C are similar and will not be presented in 
detail. 

The effect of pressure and composition of the H2-CH4 
mixture and temperature on the rate of desulfurization of char, 
prepared at 6OO0C, is shown in Figures 4 to 6 .  Lower sulfur contents 
and higher rates of desulfurization are favored by an increase in 
PH2 and temperature. The presence of CH4 inhibits desulfurization. 

In gas mixtures containing more than 25 percent CH4, 
gasification ceased after about 30 min of reaction time to reach a 
plateau (Figure 5 ) .  The gasification corresponding to this plateau 
is shown as a function of the percentage of CH4 in the gas in 
Figure 7 .  For the char prepared at 6OO0C, gasification during 
desulfurization at 8OOOC (Ts) decreased considerably with increasing 
CH4 percentage in the gas. Gasification for the char prepared at 
8OOOC was only slightly dependent on the amount of CH4 in the gas, 
irrespective of the temperature of desulfurization. 

As seen from these results, desulfurization of coal char 
takes place in two distinct stages. The first stage shows a simul- 
taneous rapid desulfurization and gasification. During the second 
stage sulfur is removed more slowly, practically independent of the 
extent of any further gasification. The observed initial rapid 
loss of sulfur together with the initial rapid gasification suggests 
that there may exist a relationship between the initial fractional 
removal of sulfur, (AS/So)i, and that of carbon, (AC/Co)i. 

The data in Figure 8 show the relative sulfur removal 
after about 15 minutes reaction time as a function of the relative 
carbon loss incurred during this time. A similar relationship was 
observed for the char prepared at 800OC. It is seen from Figure 8 
that for each desulfurization temperature (Ts) the data points 
corresponding to various experimental conditions (e.g., total 
pressure, CH4 content) form a curve, indicating a relationship 
between ( AS/So) i and (AC/Co) i . 

Further examination of the data in Figure 8 shows that 
the same functional relationship between (AS/So)i and (AC/Co)i 
exists, irrespective of the temperature at which desulfurization 
took place. This is shown in Figure 9 where the open circles 
represent all the data points in Figure 8. Also shown in Figure 9 
are the results obtained for the char prepared at 8OO0C, which show 
a similar relationship between (AS/So)i and (AC/Co)i; however, 
the slope is steeper than observed for the char prepared at 
60OOC.  The higher the char preparation temperature, the more 
gasification and desulfurization has taken place during charring. 
Therefore, it should not be concluded that it is generally more 
advantageous to use a char, prepared at a higher temperature, 
for subsequent desulfurization. 

A l s o  included in Figure 9 are the data from Jones, et. 
a1.(4) who desulfurized a char derived from Illinois No. 6 coal, 

3 



,p repared  a t  870OC. 
704 and  10IO°C, t h e  p r e s s u r e  between 1 and ~8 a t m ,  and t h e y  used  H 2  
as w e l l  a s  e q u i m o l a r  m i x t u r e s  o f  H 2  and CH4.  Al though t h e i r  d a t a  
show some scatter,  it i s  concluded  t h a t  t h e r e  e x i s t s  a r e l a t i o n s h i p  
between (AS/So)i a n d  ( A C / C o ) i .  The d a t a  o f  B a t c h e l o r  e t .  a 1 . ( 5 )  
who used a c h a r ,  p r e p a r e d  a t  5OO0C, from a P i t t s b u r g h  seam c o a l ,  
a re  a l s o  shown i n  F i g u r e  9 .  D e s u l f u r i z a t i o n  took  p l a c e  i n  Hz-HzS 
m i x t u r e s  (pH2 between 1 and 11 a t m )  a t  t e m p e r a t u r e s  v a r y i n g  between 
650 and 880OC. A l s o  f o r  t h e s e  d a t a ,  a r e l a t i o n s h i p  between (AS/So)i 
and ( A C / C o ) i  is o b s e r v e d .  I t  may t h u s  be  concluded  t h a t  t h e  func-  
t i o n a l  r e l a t i o n s h i p  between (AS/So) i and (AC/Co) i i s  dependent  o n l y  
on t h e  t e m p e r a t u r e  a t  which t h e  c h a r  w a s  p r e p a r e d .  Subsequent  
d e s u l f u r i z a t i o n  of a g i v e n  c h a r  can  o n l y  be a c h i e v e d  a t  t h e  expense 
o f  loss i n  carbon,  t h e  e x t e n t  o f  which i s  de termined  by t h e  appro-  
p r i a t e  f u n c t i o n a l  r e l a t i o n s h i p  d e p i c t e d  i n  F i g u r e  9. 

The d e s u l f u r i z a t i o n  t e m p e r a t u r e  v a r i e d  between 

A f t e r  t h e  i n i t i a l  r a p i d  d r o p  i n  s u l f u r  c o n t e n t  o f  t h e  
c h a r ,  a more g r a d u a l  d e c r e a s e  i s  o b s e r v e d ,  F i g u r e s  4 t o  6 .  Assuming 
t h a t  f o r  t h i s  s t a g e  of  t h e  p r o c e s s  t h e  d e s u l f u r i z a t i o n  r e a c t i o n  may 
be d e s c r i b e d  by  a f i r s t - o r d e r  react ion r e l a t i v e  t o  t h e  s u l f u r  
c o n t e n t  o f  t h e  c h a r ,  t h e n  

kS 
a s = -  
d t  

where S i s  t h e  c o n c e n t r a t i o n  o f  s u l f u r  a t  t i m e  t and ks a r a t e  
c o n s t a n t .  I n t e g r a t i o n  o f  Equat ion  1 g i v e s  

where So i s  t h e  s u l f u r  c o n c e n t r a t i o n  a f t e r  
t i m e ,  a f t e r  which d e s u l f u r i z a t i o n  p r o c e e d s  

1 5  m i n u t e s  o f  r e a c t i o n  
more g r a d u a l l y .  

Because o f  t h e  scatter i n  t h e  e x p e r i m e n t a l  r e s u l t s ,  it 
w a s  n o t  c o n s i d e r e d  w a r r a n t e d  t o  t reat  t h e  r e s u l t s  o b t a i n e d  f o r  t h e  
t w o  c h a r s  s e p a r a t e l y .  F i g u r e  1 0 ,  d e p i c t i n g  t h e  f i r s t - o r d e r  p l o t s ,  
t h e r e f o r e  r e p r e s e n t s  t h e  a v e r a g e s  f o r  b o t h  t y p e s  o f  c h a r .  I t  is  
s e e n  t h a t  log(S/So)  
of t he  d a t a .  

i s  a l i n e a r  f u n c t i o n  o f  t i m e  w i t h i n  t h e  scatter 

The ra te  c o n s t a n t  k s ,  o b t a i n e d  from t h e  s l o p e s  o f  t h e  
l i n e s  i n  F i g u r e  1 0 ,  i s  shown i n  F i g u r e  1 1 A  a s  a f u n c t i o n  o f  t h e  
c o n c e n t r a t i o n  of H2 i n  t h e  Hz-CH4 m i x t u r e  f o r  t h e  d e s u l f u r i z a t i o n  
e x p e r i m e n t s  a t  5 a t m  p r e s s u r e  a t  600  and 800°C. Although t h e  
e q u i l i b r i u m  c o n c e n t r a t i o n s  o f  CH4 i n  H2-CH4 m i x t u r e s  a t  5 a t m  
p r e s s u r e  are 5 6  p e r c e n t  and 1 6  p e r c e n t  a t  600 and 8OO0C, r e s p e c -  
t i v e l y ( 2 ) ,  no measurable  w e i g h t  i n c r e a s e  o f  t h e  c h a r  w a s  r e c o r d e d  
a f t e r  t r e a t m e n t  i n  CH4 a t  800OC. T h i s  i n d i c a t e s  t h a t  CH4 d i d  n o t  
d i s s o c i a t e  t o  any m e a s u r a b l e  e x t e n t  under  t h e  p r e s e n t  e x p e r i m e n t a l  
c o n d i t i o n s .  T h e r e f o r e ,  it may be  assumed t h a t  t h e  p a r t i a l  p r e s s u r e  
Of H2 p r e v a i l i n g  d u r i n g  t h e  d e s u l f u r i z a t i o n  e x p e r i m e n t s  i n  H2-CH4 
m i x t u r e s  w a s  t h e  same as t h a t  i n  t h e  i n g o i n g  m i x t u r e .  
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On this basis, Figure 11B was plotted, supplemented with 
some data obtained from desulfurization experiments in 100 percent 
H2 at 1 and 5 atm pressure. It is seen that the rate constant 
pertaining to the second stage of desulfurization in 100 percent H2 
is the same as that in H 2 - C H 4  mixtures, although in 100 percent H2 
gasification continues in the second stage (Figures 4 to 6 ) .  This 
suggests that desulfurization and gasification are interrelated in 
the initial stages only; in the second stage desulfurization takes 
place at a rate independent of gasification. 

TO explain these observations, it is suggested that the 
initial loss of carbon-which is accompanied by a simultaneous loss 
of (mainly organically bound) sulfur-creates new pores providing 
better access for the reducing gas to the pyrrhotite particles 
embedded in the char. This is supported by the observed change in 
surface area of the char during desulfurization. The initial 
surface area of char prepared at 600°C is about 2 m2/g. 
change in surface area is most pronounced during the first hour of 
desulfurization, particularly at 8OOOC. Figure 12. The pore surface 
area increases with increasing temperature and pressure and, hence, 
the amount of gasification. 

The 

A char, prepared at 60OOC and subsequently desulfurized 
for 2 hours in 5 atm H2 at 800°C, was analyzed for the various 
forms of sulfur present in the product. The analysis showed that 
of the total sulfur content of 0.16 percent, about 0.11 percent was 
present as pyrrhotite and about 0.05 percent as organic sulfur. 
The micrograph in Figure 13a for this partially desulfurized product 
shows three types of particles: bright, greyish colored, and two- 
phase particles partly bright and partly grey. The composition of 
the greyish particles varies somewhat but nominally approaches that 
of pyrrhotite (Figure 13b and c). The bright particles are iron 
(Figure 13d) formed by the complete reduction of pyrrhotite. 

It is concluded from these observations that most of the 
sulfur is in the form of pyrrhotite during the later stages of 
desulfurization. The overall rate of desulfurization during this 
stage is thus expected to be mainly governed by the slow reduction(6) 
of pyrrhotite in H a .  

Conclusions 

It was found that the desulfurization of coal char in mix- 
tures of H2 and C H 4  takes place in two distinct stages. 
stage rapid desulfurization is accompanied by gasification. These two 
processes were shown to be interrelated, the relationship being depen- 
dent on the char preparation temperature only. The second stage of 
desulfurization was found to proceed at a much slower rate and is 
being controlled by the slow reduction of pyrrhotite to iron. 

In the first 

References: listed at end of part 11. 
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Table I 

Forms of Sulfur (in Wt.%) Present in Dried 
Coal and Char Derived Therefrom (3h,  H2,. 6OOOC) 

Form of Sulfur Dried Coal Coal Char 

Pyrite 
Sulphate 
Sulphide 
Organic 
Total 

0.53 
0.12 0.005 
0.005 0.13 
1.27 0.61 
1.93 0 . 7 5  

- 
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P a r t  11: S u l f i d a t i o n  o f  C o a l  Char 
and S y n t h e t i c  Chars  

I n t r o d u c t i o n  

D e s u l f u r i z a t i o n  of c o a l  and coal c h a r  i n  hydrogen r e s u l t s  
i n  e v o l u t i o n  o f  H2S. Depending o n  t h e  p r o c e s s ,  t h e  H2S i s  e i t h e r  
e n t i r e l y  or p a r t l y  removed and r e c i r c u l a t e d .  The work, d e s c r i b e d  
i n  P a r t  11, w a s  u n d e r t a k e n  t o  o b t a i n  a b e t t e r  u n d e r s t a n d i n g  o f  t h e  
i n t e r a c t i o n  between c h a r s  and g a s  m i x t u r e s  c o n t a i n i n g  H2S.  

A l i t e r a t u r e  s u r v e y  i n d i c a t e d  t h a t  no i n v e s t i g a t i o n s  have 
been  made of t h e  s u l f i d a t i o n  o f  carbonaceous  materials, i n c l u d i n g  
c h a r s ,  i n  g a s  m i x t u r e s  of H 2  and H2S such  t h a t  t h e  s u l f u r  p o t e n t i a l  
w a s  s y s t e m a t i c a l l y  v a r i e d .  

Exper imenta l  

Char f r o m  two d i f f e r e n t  s o u r c e s ,  p r e p a r e d  under  a v a r i e t y  
o f  c o n d i t i o n s ,  was u s e d  i n  t h i s  work. The p r e p a r a t i o n  c o n d i t i o n s  
are summarized i n  T a b l e  11. 

The p r e p a r a t i o n  o f  c h a r  from I l l i n o i s  N o .  6 c o a l  w a s  
d e s c r i b e d  i n  P a r t  I ( E x p e r i m e n t a l ) .  Char from a s h - f r e e  f i l t e r  p a p e r  
(0 .008% a s h )  w a s  p r e p a r e d  by c h a r r i n g  t h e  p a p e r ,  c o n t a i n e d  i n  a h igh-  
p u r i t y  a lumina b o a t ,  i n  a n  atmosphere of d r y  H e  a t  6 0 0  o r  900°C f o r  
3 h o u r s .  A f t e r  t h e  p a p e r  w a s  c h a r r e d ,  t h e  b o a t  w a s  p u l l e d  t o  t h e  
cool end o f  the r e a c t i o n  t u b e  where it s lowly  c o o l e d .  Subsequent ly ,  
t h e  c h a r  w a s  q u i c k l y  t r a n s f e r r e d  t o  a d e s i c c a t o r  where it w a s  s tocked .  
The c h a r s  t h a t  w e r e  f u r t h e r  t r e a t e d  i n  H e  a t  1250 and 1500°C f c r  24 
and  9 6  hours ,  r e s p e c t i v e l y ,  w e r e  t aken  from t h i s  s t o c k .  

The s u l f i d a t i o n  exper iments  w e r e  done i n  a v e r t i c a l  
f u r n a c e  w i t h  t h e  H2-H2S m i x t u r e  e n t e r i n g  a t  t h e  bottom of  t h e  
r e a c t i o n  tube .  The H2/HgS-ratio i n  t h e  g a s  was a d j u s t e d  by u s i n g  
t h e  u s u a l  a r rangement  of c a p i l l a r y  f low meters. I n  m o s t  of  t h e  
e x p e r i m e n t s  a gas f l o w  r a t e  o f  30 cm3(STP)/min w a s  u s e d .  

For e a c h  s u l f i d a t i o n  experiment  a b o u t  1 0 0  mg of  c h a r  w a s  
p l a c e d  i n  an a lumina  t r a y .  I n  most c a s e s  t h e  s u l f i d i z i n g  t r e a t m e n t  
was  one hour ,  a f t e r  which t h e  sample was q u i c k l y  p u l l e d  up t o  t h e  
cool t o p  o f  the  r e a c t i o n  t u b e ,  w h i l e  t h e  H e  w a s  k e p t  f lowing .  The 
c o o l e d  sample w a s  t h e n  t r a n s f e r r e d  t o  a d e s i c c a t o r .  S u l f u r  i n  t h e  
c h a r  was a n a l y z e d  by t h e  combustion method (1) . 

I n  some s e l e c t e d  cases about  750 mg o f  c h a r  w a s  s u l f i d i z e d ,  
a n d  a f t e r w a r d s  a n a l y z e d  f o r  oxygen by t h e  n e u t r o n - a c t i v a t i o n  method. 
The s u r f a c e  a r e a s  o f  t h e  c h a r s  used were de te rmined  by t h e  BET 
method. 
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R e s u l t s  and D i s c u s s i o n  

The p a r t i a l l y  d e s u l f u r i z e d  c o a l  c h a r  ( T a b l e  11) w a s  
s u l f i d i z e d  a t  6 0 0 ,  8 0 0 ,  and 900°C i n  H2-H2S c o n t a i n i n g  0 t o  100 per -  
c e n t  H2S. The r e s u l t s  are g i v e n  i n  F i g u r e  1 4 ,  i n  which t h e  s u l f u r  
c o n t e n t  of  t h e  c h a r  a f t e r  one  hour  r e a c t i o n  t i m e  is  p l o t t e d  v e r s u s  
t h e  p e r c e n t a g e  o f  H2S i n  t h e  g a s  a t  t h e  e x p e r i m e n t a l  t e m p e r a t u r e ,  
denoted  by ( % H ~ S ) T .  S i m i l a r  r e s u l t s  were o b t a i n e d  a f t e r  s u l f i d a t i o n  
f o r  4 hours .  

I n  c a l c u l a t i n g  ( % H ~ s ) T  from t h e  p e r c e n t a g e  o f  H2S i n  t h e  
ingoing  g a s  ( a t  room t e m p e r a t u r e ) ,  due  a l lowance  should  b e  made f o r  
t h e  p a r t i a l  d i s s o c i a t i o n  o f  H2S a t  h i g h e r  t e m p e r a t u r e s .  The e q u i -  
l i b r i u m  H2S p e r c e n t a g e  o f  t h e  g a s  a t  t h e  r e a c t i o n  t e m p e r a t u r e  w a s  
c a l c u l a t e d  from t h e  a v a i l a b l e  thermodynamic d a t a ( 2 )  - 

The p r e s e n t  r e s u l t s  may b e  compared w i t h  t h o s e  o b t a i n e d  
by Polansky,  e t .  a 1 . ( 7 )  who t r e a t e d  coke i n  H2S-N2 m i x t u r e s  c o n t a i n i n g  
4.2 and 8 . 8  p e r c e n t  H2S. 
i n  t h e  e x t e n t  of  s u l f u r  a b s o r p t i o n  a t  800  and 900OC. 

T h e i r  r e s u l t s  show no pronounced d i f f e r e n c e  

Of s p e c i a l  i n t e r e s t  is t h e  a b s o r p t i o n  o f  s u l f u r  a t  900°C 
i n  Hz-H~S m i x t u r e s ,  c o n t a i n i n g  less t h a n  2 p e r c e n t  H2S, by p r e v i o u s l y  
d e s u l f u r i z e d  c o a l  c h a r  ( f rom I l l i n o i s  c o a l ) .  T h i s  c o a l  c h a r  w a s  
produced by d e s u l f u r i z a t i o n  of  a c h a r  t h a t  o r i g i n a l l y  c o n t a i n e d  
0.13 p e r c e n t  s u l f u r  a s  p y r r h o t i t e ;  t h i s  i s  e q u i v a l e n t  t o  a b o u t  
0.23 p e r c e n t  i r o n .  Upon s u l f i d a t i o n  o f  t h i s  d e s u l f u r i z e d  c o a l  
c h a r ,  p y r r h o t i t e  i s  expec ted  t o  form when t h e  s u l f u r  p o t e n t i a l  i s  
s u f f i c i e n t l y  h i g h .  T h i s  i s  i l l u s t r a t e d  i n  F i g u r e  15 ,  where a 
sudden r ise  i n  t h e  amount o f  s u l f u r  absorbed  i s  o b s e r v e d  when 
(%H2S)T > 0.3. T h i s  i s  i n  good agreement  w i t h  t h e  v a l u e  c a l c u l a t e d  
from t h e  thermodynamic d a t a  f o r  t h e  i r o n / p y r r h o t i t e  e q u i l i b r i u m ( 2 )  
a t  900OC. The i n c r e a s e  i n  s u l f u r  c o n t e n t  a t  t h e  "break  p o i n t "  i n  
t h e  a b s o r p t i o n  c u r v e  i s  a b o u t  0.20 p e r c e n t ,  i n  good agreement  w i t h  
t h e  e s t i m a t e d  amount o f  i r o n  p r e s e n t  i n  t h e  c h a r .  

The s u l f u r  a b s o r p t i o n  c u r v e s ,  d e p i c t e d  i n  F i g u r e  14, have 
t h e  g e n e r a l  c h a r a c t e r  o f  a b s o r p t i o n  i s o t h e r m s .  However, p r o p e r  
i n t e r p r e t a t i o n  of t h e s e  r e s u l t s  i s  h i n d e r e d  by t h e  p r e s e n c e  o f  
i m p u r i t i e s  i n  t h e  c o a l  c h a r .  I t  was t h e r e f o r e  d e c i d e d  t o  s t u d y  t h e  
s u l f i d a t i o n  o f  e s s e n t i a l l y  i m p u r i t y - f r e e  c a r b o n s  and s y n t h e t i c  
c h a r s .  

S u l f i d a t i o n  of  S y n t h e t i c  
Carbons and Chars  

Granula ted  samples  o f  h i g h - p u r i t y  e l e c t r o d e  g r a p h i t e  and 
p y r o l i t i c  g r a p h i t e  w e r e  e q u i l i b r a t e d  w i t h  a 50  p e r c e n t  H 2 ,  5 0  p e r c e n t  
H2S mixture  a t  1000°C f o r  1 . 5  h o u r s ;  t h e r e  w a s  no d e t e c t a b l e  s u l f u r  
a b s o r p t i o n  i n  e i t h e r  form o f  g r a p h i t e .  I n  a n o t h e r  exper iment  
samples  o f  e l e c t r o d e  g r a p h i t e  and p y r i t e  w e r e  p l a c e d  i n  s e p a r a t e  
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p a r t s  of a n  e v a c u a t e d  s i l i ca  c a p s u l e  and a n n e a l e d  f o r  20 h o u r s  a t  
650OC. T h i s  c o r r e s p o n d s  t o  a p a r t i a l  p r e s s u r e  o f  s u l f u r  vapor  of 
a b o u t  0.14 atm, as  estimated from t h e  thermodynamic d a t a  f o r  t h e  
p y r r h o t i t e / p y r i t e  s y s t e m ( 2 ) .  A f t e r  t h i s  t r e a t m e n t ,  no s u l f u r  w a s  
d e t e c t e d  i n  t he  graphite.  

The p r e s e n t  o b s e r v a t i o n s  are i n  g e n e r a l  agreement  w i t h  
t h o s e  of Wibaut and  v a n  d e r  Kam(8) who found t h a t  even a t  s u l f u r  
p r e s s u r e s  above  a t m o s p h e r i c ,  no d e t e c t a b l e  s u l f u r  w a s  absorbed  by 
e i t h e r  diamond powder o r  Ceylon g r a p h i t e .  

The r e s u l t s  o b t a i n e d  f o r  t h e  s y n t h e t i c  c h a r s  are g i v e n  i n  
F i g u r e s  1 6  and 1 7  f o r  600 and  900°C, r e s p e c t i v e l y .  In  m o s t  e x p e r i -  
ments  t h e  r e a c t i o n  t i m e  w a s  1 hour ;  however, s o m e  samples  were 
s u l f i d i z e d  f o r  l o n g e r  t i m e s  (up t o  3 h o u r s ) .  These samples  absorbed  
e s s e n t i a l l y  t h e  same amount o f  s u l f u r  as  t h o s e  s u l f i d i z e d  f o r  
1 hour .  Moreover, i t  w a s  o b s e r v e d  t h a t  e q u i l i b r i u m  could  be  reached  
from both  s i d e s .  F o r  example,  it was found t h a t  f i l t e r - p a p e r  c h a r  
( p r e p a r e d  a t  900OC) which  w a s  f i r s t  s u l f i d i z e d  i n  a 50 p e r c e n t  H2, 
50 p e r c e n t  H2S m i x t u r e  a t  6OOOC to  a f i n a l  s u l f u r  c o n t e n t  o f  ' ~ 1  p e r -  
c e n t  could  s u b s e q u e n t l y  b e  p a r t i a l l y  d e s u l f u r i z e d  i n  a 90 p e r c e n t  
H 2 ,  1 0  p e r c e n t  H 2 S  m i x t u r e  t o  y i e l d  a f i n a l  s u l f u r  c o n t e n t  o f  
0 . 4  p e r c e n t .  T h i s  is  e s s e n t i a l l y  t h e  s a m e  a s  t h e  s u l f u r  c o n t e n t  
a f t e r  d i r e c t  s u l f i d a t i o n  of  t h e  c h a r  i n  t h e  s a m e  g a s  m i x t u r e .  
S i m i l a r  o b s e r v a t i o n s  w e r e  made a t  900°C, i n d i c a t i n g  t h a t  t h e  absorbed  
s u l f u r  is i n  e q u i l i b r i u m  w i t h  t h e  g a s  and t h a t  t h e  p r o c e s s  o f  
s u l f u r  u p t a k e  i s  r e v e r s i b l e .  

The s u r f a c e  areas o f  t h e  c h a r s  (Table  11) are  i n d i c a t e d  
i n  F i g u r e s  1 6  a n d  1 7 .  It is s e e n  t h a t  a c h a r  w i t h  a l a r g e r  s u r f a c e  
area has,  i n  g e n e r a l ,  a l a r g e r  c a p a c i t y  f o r  s u l f u r  a b s o r p t i o n .  The 
r e s u l t s  o b t a i n e d  f o r  coal  c h a r  are a l s o  shown i n  F i g u r e s  1 6  and 17  
f o r  easy comparison.  C o a l  c h a r  and f i l t e r - p a p e r  c h a r  (prepared  a t  
600  and 900 'C)  have a b o u t  t h e  same s u r f a c e  areas and are s e e n  t o  
a b s o r b  s i m i l a r  amounts  o f  s u l f u r .  

The r e s u l t s  o f  x- ray  a n a l y s i s  o f  t h e  v a r i o u s  c h a r s  used 
i n  t h i s  i n v e s t i g a t i o n  w e r e  compared i n  a q u a l i t a t i v e  way w i t h  t h e  
d a t a  r e p o r t e d  by  Turkdogan e t  a 1 . , ( 9 )  as  shown i n  Table  I11 t o g e t h e r  
w i t h  e s t i m a t e d  mean c r y s t a l l i t e  s i z e s .  I t  w a s  ment ioned b e f o r e  
t h a t  g r a p h i t i z e d  e l e c t r o d e  g r a p h i t e ,  which has  a mean c r y s t a l l i t e  
s i z e  of 5 0 0  A ,  d i d  n o t  a b s o r b  s u l f u r ,  whereas  t h e  n o n g r a p h i t i z e d  
c h a r s  d i d .  Thus, it i s  concluded  from t h e s e  r e s u l t s  t h a t  t h e  
a b i l i t y  o f  a g i v e n  c h a r  o r  c a r b o n  t o  a b s b r b  s u l f u r  i s  i n  t h e  f i r s t  
p l a c e  de te rmined  by i t s  s t a t e  o f  c r y s t a l l i n i t y .  I n  p o o r l y  g r a p h i t i z e d  
o r  n o n g r a p h i t i z e d  c a r b o n s ,  t h e  amount of  absorbed  s u l f u r  i n c r e a s e s  
w i t h  i n c r e a s i n g  p o r e  s u r f a c e  a r e a .  
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I n  view o f  t h e  s t r o n g  a f f i n i t y  between s u l f u r  and  oxygen, 
a n  a t t e m p t  w a s  made t o  i n v e s t i g a t e  t h e  e f f e c t  o f  oxygen on t h e  
s u l f u r  a b s o r p t i o n  by c h a r .  The i n i t i a l  oxygen c o n t e n t  of  s y n t h e t i c  
c h a r s  i s  shown a s  a f u n c t i o n  o f  t h e  s u r f a c e  a r e a  i n  F i g u r e  1 8 .  I t  
i s  s e e n  t h a t  the i n i t i a l  oxygen c o n c e n t r a t i o n  i s  a s t r o n g  f u n c t i o n  
of t h e  s u r f a c e  area and hence t h e  t e m p e r a t u r e  a t  which t h e  c h a r  w a s  
p r e p a r e d  (Table  11). 

T o  s t u d y  t h e  change i n  oxygen c o n c e n t r a t i o n  a f t e r  s u l f i d a -  
t i o n  of t h e  c h a r s ,  a series o f  s p e c i a l  e x p e r i m e n t s  w a s  conducted ;  
t h e  r e s u l t s  are summarized i n  Table  I V .  I t  i s  i n t e r e s t i n g  t o  n o t e  
t h a t  t h e  oxygen c o n t e n t  a f t e r  s u l f i d a t i o n  w a s  i n d e p e n d e n t ,  w i t h i n  
t h e  a n a l y t i c a l  error, of t h e  r a t io  ( p ~ ~ ~ / p ~ ~ ) ~  i n  t h e  g a s .  
i n c r e a s e  i n  t h e  s u l f i d a t i o n  t e m p e r a t u r e  r e s u l t e d  i n  a lower oxygen 
c o n t e n t  i n  t h e  c h a r ,  p a r t i c u l a r l y  i f  t h e  c h a r  had a l a r g e r  s u r f a c e  
area ( F i g u r e  1 8 ) .  

An 

In a l l  cases i n v e s t i g a t e d ,  it w a s  found t h a t  t h e  c h a r s  
w i t h  l a r g e  s u r f a c e  areas c o n t a i n e d  more oxygen. Because o f  t h e  
i n t e r d e p e n d e n c e  o f  s u r f a c e  a r e a  and oxygen c o n t e n t ,  it is d i f f i c u l t  
t o  s e p a r a t e  t h e i r  e f f e c t s  on t h e  c a p a c i t y  o f  a g i v e n  c h a r  fo r  
s u l f u r  a b s o r p t i o n .  However, some i n d i c a t i o n  of t h e  i n f l u e n c e  of 
oxygen on t h e  s u l f u r  a b s o r p t i o n  may be o b t a i n e d  from t h e  r e s u l t s  
shown i n  Table  I V .  For  i n s t a n c e ,  t h e  s u r f a c e  areas o f  f i l t e r - p a p e r  
c h a r  p r e p a r e d  a t  600 and 9OOOC were 330 and 2 1 2  m2/g, r e s p e c t i v e l y ,  
a d i f f e r e n c e  of a b o u t  20 p e r c e n t .  A f t e r  s u l f i d a t i o n  a t  6OOOC i n  a 
g a s  o f  h igh  s u l f u r  p o t e n t i a l ,  t h e  oxygen c o n t e n t s  o f  t h e s e  c h a r s  
d i f f e r e d  by a b o u t  a f a c t o r  of  t w o ,  y e t  t h e  d i f f e r e n c e  i n  s u l f u r  
a b s o r b e d  was n o t  m o r e  t h a n  a b o u t  1 0  p e r c e n t .  These f i n d i n g s  i n d i c a t e  
t h a t  t h e  i n f l u e n c e  o f  oxygen on t h e  s u l f u r  a b s o r p t i o n  i s  p r o b a b l y  
secondary .  

I n  t h i s  c o n t e x t  t h e  work o f  Hofmann and O h l e r i c h ( 1 0 )  
s h o u l d  be mentioned.  They t r e a t e d  s u g a r  c h a r c o a l  i n  d r y  0 2  a t  
a b o u t  500OC t o  o b t a i n  a c h a r  c o n t a i n i n g  a b o u t  10 p e r c e n t  oxygen as  
s u r f a c e  complexes. Upon s u l f i d a t i o n  of  t h i s  oxygenated c h a r  i n  S2 
a t  6OO0C, t h e y  found t h a t  t h e  amount of  s u l f u r  t a k e n  up w a s  e q u a l  
t o  t h a t  absorbed  by a c h a r  which w a s  n o t  p r e v i o u s l y  a c t i v a t e d  i n  
oxygen. Hofmann and O h l e r i c h  concluded ,  as  d i d  Hofmann and 
N o b b e ( l l ) ,  t h a t  t h e  amount o f  s u l f u r  absorbed  by c h a r  i s  dependent  
o n l y  on  i t s  s u r f a c e  area. 

Some o f  t h e  f i l t e r - p a p e r  c h a r s  used  i n  t h i s  work w e r e  
a n a l y z e d  f o r  hydrogen and  n i t r o g e n .  
T a b l e  V,  which shows t h a t  t h e  major i m p u r i t i e s  i n  f i l t e r - p a p e r  c h a r  
are oxygen and hydrogen.  The oxygen and hydrogen c o n t e n t s  d e c r e a s e  
w i t h  i n c r e a s i n g  t e m p e r a t u r e  of c h a r  p r e p a r a t i o n ,  w h i l e  t h e  n i t r o g e n  
c o n t e n t  remains  e s s e n t i a l l y  c o n s t a n t .  

The r e s u l t s  are summarized i n  

The s h a p e  o f  t h e  c u r v e s  i n  F i g u r e  1 9 ,  i n  which t h e  amount 
of s u l f u r  i n  some s y n t h e t i c  c h a r s  i s  shown as a f u n c t i o n  o f  
( P H ~ s / P H ~ ) ~ ,  s t r o n g l y  s u g g e s t s  a b s o r p t i v e  b e h a v i o r .  Hayward and 
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T r a p n e l l ( l 2 )  g i v e  examples  o f  t y p i c a l  a b s o r p t i o n  i s o t h e r m s  and n o t e  
t h a t  chemisorp t ion  n o r m a l l y  g i v e s  r i se  t o  i s o t h e r m s  o f  t h i s  g e n e r a l  
form. 

Although a t r e a t m e n t  o f  t h e  p r e s e n t  r e s u l t s  i n  t e r m s  of 
i d e a l i z e d  a b s o r p t i o n  i s o t h e r m s  i s  open t o  c r i t i c i sm,  a n  a t t e m p t  
w i l l  n e v e r t h e l e s s  be made t o  t r e a t  t h e  r e s u l t s  a c c o r d i n g l y .  I t  
w i l l  b e  shown t h a t  s u c h  a t r e a t m e n t  l e a d s  t o  r e s u l t s  which may be 
c o n s i d e r e d  r e a s o n a b l e .  

Assuming t h a t  t h e  chemisorbed s u l f u r  forms a n  i d e a l  
monolayer and t h a t  e a c h  chemisorbed s p e c i e s  o c c u p i e s  a s i n g l e  s i te,  
a p p l i c a t i o n  o f  t h e  i d e a l  Langmuir i s o t h e r m  g i v e s ( l 2 )  

e 
~ ( 1  - e )  a =  

where a i s  t h e  a c t i v i t y  o f  t h e  chemisorbed s p e c i e s ,  '8 t h e  f r a c t i o n a l  
coverage ,  and B a tempera ture-dependent  p a r a m e t e r  c o n t a i n i n g  t h e  
h e a t  o f  c h e m i s o r p t i o n  o f  s u l f u r .  The f r a c t i o n a l  coverage  
e = v/vm, where v i s  t h e  volume o f  chemisorbed s u l f u r  (STP) p e r  
gram of c h a r  and vm t h e  volume g i v i n g  a comple te  monolayer o f  
s u l f u r  on  t h e  s u r f a c e  o f  t h e  c h a r .  The s u r f a c e  area, S m2/g, i s  
r e l a t e d  t o  vm by t h e  f o l l o w i n g  e x p r e s s i o n :  

V m . 10-20 s = -  
2 2 4 1 4  NA 

where N i s  Avogadro 's  number and A t h e  c r o s s - s e c t i o n a l  a r e a  of  an 
absorbed s p e c i e s  i n  A 2 .  The volume, v ,  o f  t h e  chemisorbed s u l f u r  
is o b t a i n e d  from t h e  measured s u l f u r  c o n c e n t r a t i o n  a s  f o l l o w s :  

2 2 4 1 4  v , , =  - 3200 (%') 3 )  

S u b s t i t u t i n g  f o r  t h e  s u l f u r  a c t i v i t y  a = ( P H ~ S / P H ~ ) T ,  
e = v/vm, and making u s e  o f  E q u a t i o n s  2 and 3 ,  t h e  f o l l o w i n g  expres-  
s i o n  is o b t a i n e d  from Equat ion  1. 

The e x p e r i m e n t a l  r e s u l t s  p l o t t e d  i n  accordance  w i t h  Equat ion  4 a r e  
g i v e n  i n  F i g u r e s  2 0  and 2 1  f o r  6 0 0  and 9OO"C, r e s p e c t i v e l y .  
s l o p e  o f  e a c h  l i n e  s h o u l d  b e  p r o p o r t i o n a l  t o  1/S; i n  f a c t ,  t h i s  i s  
shown to be  t h e  'case i n  F i g u r e  2 2 ,  i n  which l o g  ( s l o p e )  i s  d e p i c t e d  
a s  a l i n e a r  f u n c t i o n  o f  l o g  S w i t h  a t h e o r e t i c a l  s l o p e  of -1. 
From t h e  i n t e r c e p t  of t h i s  l i n e  w i t h  t h e  o r d i n a t e  t h e  v a l u e  of  A ,  

The 
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t h e  c r g s s - s e c t i o n a l  a r e a  of a chemisorbed s p e c i e s ,  i s  c a l c u l a t e d  t o  
b e  1 7  A 2 .  
r a n g i n g  from 1 0  t o  50 A2 a s  e s t i m a t e d  from p h y s i c a l  a b s o r p t i o n  d a t a  
f o r  a v a r i e t y  o f  g a s e s ( l 2 ) .  

T h i s  v a l u e  as t o  be  compared w i t h  c r o s s s e c t i o n a l  areas 

According t o  Equat ion  4 ,  t h e  i n t e r c e p t s  o f  t h e  l i n e s  i n  
F i g u r e s  20 and 2 1  w i t h  t h e  o r d i n a t e  should  be  p r o p o r t i o n a l  t o  1/S. 
T h i s  1s shown t o  be  t h e  case i n  F i g u r e  23, i n  which l o g  ( i n t e r c e p t )  
i s  d e p i c t e d  a s  a f u n c t i o n  o f  l o g  S w i t h  a t h e o r e t i c a l  s l o p e  o f  -1. 
From t h e  i n t e r c e p t s  o f  bo th  l i n e s  w i t h  t h e  o r d i n a t e ,  t o g e t h e r  w i t h  
t h e  p r e v i o u s l y  de te rmined  v a l u e  of A,  t h e  tempera ture-dependent  
p a r a m t e r  B i s  o b t a i n e d .  T h i s  parameter  i s  p r o p o r t i o n a l  t o  e d R T ,  
where q i s  t h e  h e a t  of  c h e m i s o r p t i o n  o f  s u l f u r  on c h a r .  From t h e  
t e m p e r a t u r e  dependence of B, t h e  v a l u e  of q i s  e s t i m a t e d  to  be 
a b o u t  -10 kcal /mole,  a r e a s o n a b l e  v a l u e  when compared w i t h  t h e  
h e a t s  o f  c h e m i s o r p t i o n  o f  o t h e r  g a s e s  on c a r b o n ,  as  l i s t e d  by 
Hayward and T r a p n e l l ( 1 2 ) .  

The f o r e g o i n g  a n a l y s i s ,  a l t h o u g h  o f  n e c e s s i t y  o v e r s i m p l i -  
f i e d ,  shows t h a t  t h e  a b s o r p t i o n  of s u l f u r  by s y n t h e t i c  c h a r s  is 
most l i k e l y  mainly governed by chemisorp t ion .  It  i s  t h u s  e x p e c t e d  
t h a t  t h e  s u r f a c e  area i s  a n  i m p o r t a n t  parameter  i n  d e t e r m i n i n g  
whether  a g i v e n  c h a r  o r  carbon i s  a b l e  t o  r e t a i n  s i g n i f i c a n t  q u a n t i -  
t i e s  of  s u l f u r .  T h i s  i s  i n  agreement  w i t h  ear l ie r  work by Hofmann 
and Nobbe( l1)  and  by Polansky,  e t  a l .  ( 7 ) .  

However, t h e  s u r f a c e  area i s  n o t  t h e  o n l y  parameter  t o  b e  
c o n s i d e r e d .  For  i n s t a n c e ,  e l e c t r o d e  g r a p h i t e  i n  t h e  unoxid ized  
s t a t e  h a s  a s u r f a c e  area o f  1 m2/g(9) ,  approximate iy  t h e  same as 
f i l t e r - p a p e r  c h a r  p r e p a r e d  a t  1500°C (Table  11). Y e t ,  no take-up 
o f  s u l f u r  by e l e c t r o d e  g r a p h i t e  w a s  observed  a f t e r  s u l f i d a t i o n  i n  
5 0  p e r c e n t  H2, 50  p e r c e n t  H2S a t  1000°C. The mean c r y s t a l l i t e  
s i z e ,  t o g e t h e r  w i t h  t h e  X-ray a n a l y s i s ,  of e l e c t r o d e  g r a p h i t e ( 9 )  
shows t h a t  i t s  n a t u r e  is g r a p h i t i c  and t h e r e f o r e  more o r d e r e d .  
Blayden and P a t r i c k ( l 3 )  concluded from t h e i r  work t h a t  s o - c a l l e d  
d i s o r d e r e d  c a r b o n s  w i t h  s m a l l  ca rbon  l a y e r s  ( e q u i v a l e n t  t o  mean 
c r y s t a l l i t e  s i z e )  and many d e f e c t s  are b e t t e r  a b l e  t o  a b s o r b  s u l f u r  
t h a n  t h e  more c r y s t a l l i t e  and g r a p h i t i c  c a r b o n s .  The p r e s e n t  
f i n d i n g s  are  c o n s i s t e n t  w i t h  t h i s  v iewpoin t .  

Conclus ions  

I n  t h e  absence  o f  i m p u r i t i e s  such  a s  i r o n ,  t h e  a b i l i t y  of 
c h a r s  or carbons  t o  a b s o r b  s i g n i f i c a n t  amounts of s u l f u r  i n  a s u l -  
f i d i z i n g  g a s  such  a s  a Hz-H~S m i x t u r e  depends on t h e  s ta te  of 
c r y s t a l l i n i t y  of t h e  carbonaceous  m a t e r i a l .  The s u l f u r  a b s o r p t i o n  
d e c r e a s e s  w i t h  i n c r e a s i n g  c r y s t a l l i t e  s i z e . ' o  I n  g e n e r a l ,  c a r b o n s  
having  a mean c r y s t a l l i t e  s i z e  of a b o u t  1 5  A or  less a b s o r b  s i g n i f i -  
c a n t  amounts o f  s u l f u r  when t r e a t e d  i n  Hz-H~S m i x t u r e s .  For  c a r b o n s  
w i t h  a g i v e n  c r y s t a l l i t e  s i z e ,  t h e  h i g h e r  t h e  pore  s u r f a c e  a r e a  t h e  
h i g h e r  i s  t h e  amount o f  s u l f u r  absorbed .  

I 

! 
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S u l f u r  a b s o r p t i o n  i n  h i g h - p u r i t y  c h a r s ,  o b t a i n e d  from 
a s h - f r e e  f i l t e r  p a p e r ,  i n c r e a s e d  w i t h  i n c r e a s i n g  s u l f u r  a c t i v i t y  
and pore s u r f a c e  a r e a  o f  t h e  c h a r .  T h i s  i s  i n  a c c o r d  w i t h  t h e  
Langmuir r e l a t i o n  f o r  c h e m i s o r p t i o n  on  s i n g l e  s i tes i n  an i d e a l  
monolayer. 

I t  is c o n c l u d e d  from t h e  p r e s e n t  e x p e r i m e n t a l  r e s u l t s  
t h a t  s u l f u r  is n o t  accommodated i n  t h e  t h r e e - d i m e n s i o n a l  l a t t i c e  o f  
t h e  carbon b u t  i s  chemisorbed  on the s u r f a c e .  However, s u c h  chemi- 
s o r p t i o n  t a k e s  p l a c e  o n l y  on t h e  p o r e  w a l l s  o f  n o n g r a p h i t i c  ( p o o r l y  
c r y s . t a l l i n e )  c a r b o n s ,  o f  which c h a r s  are  good examples .  
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Table  I1 

Source,  C o n d i t i o n s  of  P r e p a r a t i o n ,  I n i t i a l  S u l f u r  ( S i )  
and Oxygen ( O i )  C o n t e n t s  and S u r f a c e  A r e a  ( S A )  

of t h e  V a r i o u s  Chars  S t u d i e d  

Source  

I l l i n o i s  Coal  

Ash-free F i l t e r  
P a p e r  (0 .008% 
a s h )  

P r o p e r t i e s  of t h e  Char P r e p a r a t i o n  
C o n d i t i o n s  SA, m2/g S i ,  % o; ,  % 

5 atm H Z ,  8OOOC f o r  400  0.05 - 
3 h  

1 a t m  H e ,  6OO0C, 3h 3 3 0  0.00 4 . 0  
1 atm H e ,  900°C, 3h 272 0 .00  1 . 4  
1 a t m  H e ,  600"C, 3h+ 
1 a t m  H e ,  125OoC, 24h 
1 a t m  H e ,  6OO0C, 3h+ 
1 a t m  H e ,  1500"C, 96h 

0 .00  0 . 3 4  

0.00  0.14 

1 30 

T a b l e  111 

Q u a l i t a t i v e  Cor-par ison of t h e  C r y s t a l l i n i t y  o f  F i l t e r - P a p e r  C h a r s  

9 )  
Used i n  T h i s  Work N i t h  t h e  C r y s t a l l i n i t y  and Plean 

C r y s t a l l i t e  S i z e  o f  Some Carbons J n l r e s t i g a t e d  by T.arkdoqan, e t  al. 

Type o f  Char C r y s t a l l i n i t y  from Turkdogan ' s  Work 
and P r e p a r a t i o n  Q u a l i t a t i v e  Comparison Mean C r y s t a l l i t e  

Temp., O C  From X-ray A n a l y s i s  S i z e ,  K 

-10 - -16 F i l t e r  paper  (600)  Between c o c o n u t  c h a r c o a l  and 

F i l t e r  p a p e r  (900)  1 " v i t r e o u s "  c a r b o n  

F i l t e r  p a p e r  (1250)  Approaching v i t r e o u s  carbon 

F i l t e r  paper  ( 1 5 0 0 )  Same as  v i t r e o u s  c a r b o n  

-16 

-16 



T a b l e  I V  

Oxygen and  S u l f u r  C o n t e n t s  of F i l t e r - P a p e r  C h a r s  A f t e r  

V a r i o u s  S u l f u r  P o t e n t i a l  
s u l f i d a t i o n  a t  600 and 900°C f o r  1 H r  i n  Gases  of  

S u l f  i d a t i o n  P r e p a r a t i o n  
Tempera ture ,  T e m p e r a t u r e ,  PH2S S u l f i d i z e d  Char 

% S  O i l  % 
( K ) T  - OC "C 

0.05 1.7 0.80 
61.5 1.6 9.50 600 600 4 . 0  

900 

0.05 0.8 0.20 
61.5 0.8 8.40 

1250 0.34 0.05 0.2 0.03 

0.05 0.1 0.02 
61.5 0.1 0.05 

0.05 0.7 0.90 
7.6 0.6 7.50 

0.05 0.9 0.40 
7.6 0.6 5.80 

1.4 900 

1500 

600 4 . 0  

900 1.4 

0.05 0.1 0.01 
7.6 0.1 0.25 

0.14 1500 

* Oi = i n i t i a l  oxygen c o n t e n t  o f  t h e  c h a r  

T a b l e  V 

Chemica l  Analysis of F i l t e r - r a p e r  Char 
i n  R e l a t i o n  t o  P r e p a r a t i o n  Tempera ture  

Char-  
P r e p a r a t i o n  Composi t ion ,  weicjht p e r c e n t  

Tempera ture ,  " C  Carbon Oxygen Hydrogen N i t r og e n 

600 93.9 4.0 1.9 0.02 

900 97.0 1.4 0.6 0.06 

1250 99.6 0.34 0.2 0.04 
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F w r e  22. SLOPE OF CHEMISORPTION ISOTHERMS AT 60J AND 9XfC AS 
A FUNCTION OF THE SURFACE AREA OF THE CHAR 
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FLUID-BED CARBONIZATION/DESULFURISATION 
OF ILLINOIS COAL BY THE CLEAN COKE 

PROCESS: PDLl S'I'UDIES* 

N .  S .  Boodman, T. F. Johnson, and K. C. Krupinski 

U. S .  Steel Corporation 
Research Laboratory - MS 57 
Monroeville, Pa. 15146 

Introduction - 
The CLEAN COKE Process combines both fluid-bed carbonization 

and hydrogenation/liquefaction to convert high-sulfur coal to low- 
sulfur metallurgical coke, chemical feedstocks, and to a lesser ex- 
tent, liquid and gaseous fuels. The overall processing scheme, which 
has previously been described in detail (l), is illustrated by the 
sketch in Figure 1. 

Briefly, run-of-mine coal is beneficiated and classified by 
conventional means and split into two feed portions: a sized frac- 
tion suited for fluid-bed processing and a fines fraction suited for 
high-pressure hydrogenation. The sized feed is dried and subjected 
to a mild surface oxidation in a nonpressurized bed fluidized with 
air-enriched flue gas. The dry, preoxidized feed is then carbonized 
in two stages, at 820°F (44OOC) and 1400°F (76OoC), in fluid-bed 
reactors operated at pressures up to 1 5 0  psig, to produce low-sulfur 
char, tar, and gas rich in methane and hydrogen. The fines fraction 
of the beneficiated coal, combined with run-of-mine coal, is dried, 
pulverized, and slurried with a process-derived oil. The slurry is 
then pumped to a pressure reactor and liquefied at 850 to 900°F ( 4 5 5  
to 4 8 O O C )  and a pressure of 3000 to 4000 psig to produce liquids and 
C to-C4 hydrocarbon gases. Liquids from both operations are dis- 
tilled to produce a light chemical oil, a middle oil for recycle to 
the hydrogenation reaction, and a heavy oil. The heavy oil, a soft 
pitch, is combined with the carbonization char and processed to make 
a low-sulfur metallurgical formcoke, currently in the form of pellets. 
Similarly, product gases from all operations are combined and pro- 
cessed to produce hydrogen for the hydrogenation operation, fuel, 
ethylene and propylene, sulfur, and ammonia. A detailed description 
of yield of chemical products and process economics has been presented 
previously (2) . 

1- 

This paper presents the results obtained from sustained 
operation of the carbonization PDU (process-development unit). These 
results confirm and extend the data obtained previously in bench 
studies ( 3 ) .  All tests were run with Illinois N o .  6 seam coal con- 

* Prepared for the U. s. Energy Research and Development Administra- 
tion, under Contract N o .  E(49-181-1220. 
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t a i n i n g  2 t o  2.5 p e r c e n t  s u l f u r  a f t e r  p r e p a r a t i o n .  From t h i s  were 
produced c h a r s  c o n t a i n i n g ,  g e n e r a l l y ,  0 .6  t o  0 .7  p e r c e n t  s u l f u r ;  char  
c o n t a i n i n g  a s  l i t t l e  as  0 . 2  p e r c e n t  s u l f u r  w a s  produced under  t h e  
more s e v e r e  r e a c t i o n  c o n d i t i o n s .  Reac t ion  c o n d i t i o n s  i n v e s t i g a t e d  
f o r  t h e i r  e f f e c t  on  c h a r  s u l f u r  c o n t e n t  i n c l u d e d  r e s i d e n c e  t i m e ,  t e m -  
p e r a t u r e ,  p r e s s u r e ,  and H2S c o n c e n t r a t i o n  i n  t h e  f l u i d i z i n g  g a s .  
Data are a l s o  p r e s e n t e d  t o  show t h e  weight  d i s t r i b u t i o n  o f  m a t e r i a l s  
i n t o  and o u t  of  t h e  PDU system. The scale of  t h e  tests d i s c u s s e d  i n  
t h i s  paper  i s  b e s t  i l l u s t r a t e d  by a d e s c r i p t i o n  of t h e  d e s i g n  and 
opera  t i o n  o f  t h e  c a r b o n i z a t i o n  PDU. 

The C a r b o n i z a t i o n  PDU 

F i g u r e  2 is a photograph of  t h e  c a r b o n i z a t i o n  PDU, i n  which 
t h e  f l u i d - b e d  reactor o c c u p i e s  t h e  second l e v e l ;  feed  v e s s e l s  are on 
t h e  t o p  l e v e l ;  t h e  c h a r  r e c e i v e r s  are  a t  f l o o r  l e v e l .  Two o t h e r  
v e s s e l s  v i s i b l e  a t  f l o o r  l e v e l  i n  t h e  p i c t u r e  a r e  l i q u i d  c a t c h p o t s  
a t t a c h e d  t o  t h e  gas- to-gas  h e a t  exchanger  (on t h e  r i g h t )  and t h e  
water-cooled exchanger  (on t h e  l e f t ) .  C o n s t r u c t i o n  d e t a i l s  o f  t h e  
f l u i d - b e d  c a r b o n i z e r  are i l l u s t r a t e d  by t h e  diagram i n  F i g u r e  3 .  The 
v e s s e l ,  i n c l u d i n g  t o p  and bottom c l o s u r e s ,  i s  9 f e e t  3 i n c h e s  t a l l  
and i s  f a b r i c a t e d  from 1- inch- th ick  Incoloy  A l l o y  800 t o  permi t  opera-  
t i o n  a t 1 5 0 0 O F  (815OC) and 150 p s i g .  The lower 36-inch s e c t i o n  of 
t h e  r e a c t o r  is t h e  10-inch-ID f l u i d - b e d  a r e a ;  t h e  expanded upper  36- 
inck  s e c t i o n  h a s  a 20-inch ID, t o  f a c i l i t a t e  deent ra inment  o f  f i n e  
s o l i d s  f r o m  t h e  f l u i d i z i n g  gas .  Feed e n t e r s  t h e  f l u i d  bed by g r a v i t y  
f low through t h e  f e e d  p i p e ,  p o s i t i o n e d  about  1 i n c h  above t h e  gas-  
d i s t r i b u t o r  p l a t e ;  c h a r  e x i t s  t h e  f l u i d  bed through t h e  over f low p i p e  
a t  30 i n c h e s  above t h e  d i s t r i b u t o r  p l a t e .  The v e s s e l  a l so  c o n t a i n s  
an i n t e r n a l  c y c l o n e ,  which removes c h a r  f i n e s  from t h e  e x i t i n g  g a s  
and r e t u r n s  them t o  t h e  f l u i d  bed. 

The major  components and s t ream f lows  o f  t h e  complete  PDU a r e  
i l l u s t r a t e d  i n  t h e  s i m p l i f i e d  diagram i n  F i g u r e  4 .  Feed i s  metered 
by r o t a r y  f e e d e r s  f rom e i t h e r  of t w o  lock  hoppers  t o  t h e  f lu id-bed  
c a r b m i z e r ,  from which product  c h a r  over f lows  and f a l l s  i n t o  one of 
t h e  t w o  r e c e i v e r s ,  a lso l o c k  hoppers .  Residence t i m e  i n  t h e  r e a c t o r  
i s  c o n t r o l l e d  by v a r y i n g  t h e  s o l i d s  f e e d  ra te .  

G a s  d e r i v e d  from c a r b o n i z a t i o n  o f  t h e  f e e d  i s  r e c y c l e d  through 
t h e  system t o  f l u i d i z e  t h e  bed. C a r b o n i z a t i o n  g a s e s ,  a long  w i t h  re- 
c y c l e  g a s ,  l e a v e  t h e  f l u i d  bed,  p a s s  through t h e  i n t e r n a l  cyc lone  i n  
t h e  expanded s e c t i o n ,  and leave t h e  ves se l .  The gas  then  p a s s e s  
t h r o u g h  a n  e x t e r n a l  c y c l o n e  and i n t o  t h e  gas- to-gas  i n t e r c h a n g e r  
( s h e l l  and t u b e  d e s i g n ) ,  where it i s  p a r t i a l l y  cooled  by h e a t  ex- 
change wi th  c l e a n  r e c y c l e  g a s  r e t u r n i n g  t o  t h e  main g a s  h e a t e r .  
t h e  i n t e r c h a n g e r ,  the  c a r b o n i z a t i o n  g a s  i s  also c o n t a c t e d  w i t h  a spray  
of wash o i l  t o  remove t a r  m i s t  and c h a r  d u s t ,  which col lect  i n  t h e  
i n t e r c h a n g e r  p o t .  The g a s  then  p a s s e s  t o  a water-cooled exchanger  
for f i n a l  c o o l i n g  t o  a b o u t  llO°F (45OC), a f t e r  which it p a s s e s  i n  
series through a wash-o i l  s c r u b b e r  and a c a u s t i c  sc rubber  f o r  f i n a l  

In  
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cleanup of tar mist, char dust, and acid gases-particularly IIZS. 
The clean gas is then recycled by a compressor through the shell side 
of the interchanger to the main electric heater, where it is reheated 
to the temperature desired to maintain the fluid bed at design tempera- 
ture. Actual temperature of gas from the heater varies with operating 
conditions in the reactor, but the temperature of gas exiting the 
heater is on the order of 100°F (55OC) higher than bed temperature. 
Net product gas is vented by a pressure regulator-controller through 
a wet-test meter and sampled for analysis. 

The function of the water-injection system, Figure 4, is to 
maintain a concentration of about 8 volume percent water vapor in the 
recycle gas while t he  gas is in contact with the hot alloy-metal sur- 
faces of the main gas heater during second-stage carbonization. The 
presence of 8 volume percent water vapor, along with 50  ppm H2S, pre- 
vents formation of carbon deposits on the hot metal surfaces, which 
attain temperatures above about 1500'F during second-stage carboniza- 
tion. Previous experience has shown that, without the water vapor, 
carbon deposits grew to sufficient size to significantly impede gas 
flow through the heater. Moreover, the carbon resulted in cata- 
strophic carburization of the metal and destroyed the original 
recycle-gas heater. With water vapor and H2S present, carbon forma- 
tion is controlled, at least up to metal wall temperatures of 1550'F 
(845OC). Water is injected as a liquid into the interchanger shell- 
side gas inlet, where it is vaporized by external electric heaters. 
Most of the injected water condenses in the wash-oil quench in the 
interchanger pot and in the gas cooler. The remainder of the water 
condenses into the caustic-scrubber solution. 

It should be noted that the wash-oil spray system is operated 
in uifferent modes for the two stages of carbonization. For first- 
stage carbonization at 8 2 0 ° F ,  wash-oil quench of the gas occurs at 
the top of the interchanger to provide a washed-tube flow, which pre- 
vents plugging of the tubes by tar/char agglomerates. For second- 
stage carbonization at 1300 to 140Q°F (705 to 76Q°C), wash-oil quench 
of the gas occurs below the interchanger tube bundle. In this mode, 
tube,-exit gas temperature is controlled at about 900'F (48OOC) to 
prevent condensation of tar within the tubes. 

Fresh wash oil, at about 2 gallons per hour, is metered con- 
tinuously into the wash-oil scrubber to maintain a low concentration 
of tar and char fines in the oil system. Overflow from the level- 
controlled scrubber flows into the gas-cooler pot, from which the 
wash oil is pumped to the spray nozzle in the gas/gas interchanger. 
Wash-oil blowdown, including dissolved tar and suspended water and 
char, is removed from the interchanger pot. Wash-oil blowdown is 
screened to remove plus 50-mesh solids, heated to boil off contained 
water, and flash-distilled to separate heavy oil boiling above 540'F 
( 2 8 O o C ) ,  which is used as part of the binder for coke production. 
The flash distillate is processed through a continuous distillation 
column at atmospheric pressure to separate a chemical o i l  distilling 
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to 445OF ( 2 3 O O C )  as overhead and fresh wash oil as bottoms. The 
wash oil consists essentially of mono- and dimethylnaphthalenes, ace- 
naphthene, and quinoline bases. 

The final system is caustic scrubbing, which is used to con- 
trol H2S concentration in the recycle gas. Normally, H2S concentra- 
tion in the gas is maintained in the range 50 to 100 ppm, which aids 
in controlling carbon deposition from the catalytic decomposition of 
the carbon components in the gas. Control of H2S concentration may 
be effected by means of partial bypass of gas around the caustic 
scrubber and by varying the rate of metering fresh caustic solution 
(about 7% NaOH) into the scrubber. Generally, the PDU operators 
prefer to use the latter method. 

The Continuous Coal Oxidizer 

An important adjunct to the carbonization PDU, the continuous 
coal oxidizer dries and preoxidizes the sized coal feed. The need 
for preoxidation of Illinois coal was discussed in the previous paper 
( 3 )  on bench-scale studies, which showed that a mild surface oxidation 
of the coal diminishes its caking tendency sufficiently to prevent 
its agglomeration when it is heated at 800°F (425OC) in first-stage 
carbonization. Mild surface 6xidation in this use refers to oxidation 
so slight that petrographic examination reveals virtually no change 
in the surface of the treated coal (4). 

In practice, sized coal feed is heated at 350'F (177OC) for 
a 20-minute residence time in a bed fluidized with air at atmospheric 
pressure. The continuous coal oxidizer, shown in Figure 5, is similar 

. in design and operation to the carbonizer reactor. The unit consists 
of a 10-inch-ID carbon-steel fluid-bed reactor with a coal-feed and 
product-overflow system and an electrically heated air supply. AS in 
the PDU, the fluid bed of the coal oxidizer is heated to and maintained 
at design temperature by the heated fluidizing air. This unit is 
capable of oxidizing up to 1 ton of coal per 24 hours of operation, 
and it is normally operated at a coal feed rate of about 60 pounds per 
hour. 

Heated air is used in the existing coal oxidizer for conve- 
nience only. 
with waste flue gas containing about 2 percent oxygen to achieve 
adequate preoxidation of the feed coal. 

In a larger operation, the oxidizer can be operated 

Because the effluent gas from the coal oxidizer contains only 

The 
moisture and dust from the fluid bed, waste-gas cleanup is accomplished 
by a small external cyclone and dust filters in the vent system. 
yield of dry, oxidized coal is essentially a function of moisture 
content in the coal charged, which is generally about 8 percent by 
weiqht. 
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Experimental Results From First-Stage Carbonization 

Carbonization of the oxidized coal in the PDU is conducted in 
two separate stages to avoid agglomeration of feed in the fluid bed. 
Initial carbonization is effected at temperatures in the range 8 0 0  to 
840'F ( 4 2 5  to 450'C) to partially devolatilize the coal and produce a 
semichar, which can be fed subsequently into a fluid bcd at 1400'F 
without agglomeration. The operating limits on temperature for the 
first stage were determined by bench-scale studies on the agglomeration 
problem. A nonagglomerating semichar was obtained at 8 0 0 ° F  and in- 
cipient agglomeration was observed at about 850'F. 

Although the primary function of first-stage carbonization is 
reduction of the agglomerating property of the coal, about two thirds 
of the carbonization tar is produced in this stage. Gas production is 
low in the first stage, amounting to about 15 weight percent of the 
total gas produced. Analysis of the recycle gas shows its composition 
(in mole % )  to be methane, 71; ethane, 13; carbon monoxide, 10; hydro- 
gen, 2 ;  and C2-to-Cq hydrocarbons, 4. 

Tests were made in the PDU to study the effect upon volatile- 
matter and sulfur contents in the semichar of bed temperature, resi- 
dence time, system pressure, and H2S concentration in the recycle gas. 
The variation in volatile-matter content with temperature and resi- 
dence time is illustrated in Figure 6, which shows that volatile- 
matter content varies inversely with temperature and residence time 
and is independent of pressure over the range 15 to 160 psia. In the 
figure, a few data points from a 1-inch continuous bench-scale unit 
were included to extend the pressure range to 15 psia. Generally, 
about half the volatiles were eliminated from the coal in first-stage 
carbonization, and all the semichar products were processed through 
second-stage carbonization without agglomeration. 

Response of sulfur content to residence time and temperature 
of first-stage carbonization is shown graphically in Figure 7.  Sul- 
fur content of the semichar product also varies inversely with tempera- 
ture and residence time and is independent of pressure over the ranges 
studied; conditions included temperatures of 8 0 0  and 84OoF, residence 
times of 20 to 80 minutes, and pressures of 8 0  to 160 psia. In these 
tests, H2S concentration was controlled in the range 50 to 100 ppm. 
However, a test was run at 8 0 0 ° F ,  5 2  minutes residence time, 120 psia, 
and H2S concentrations varying from 300 to 2000 ppm. The semichar 
product from this test contained 1.77 percent sulfur, which is in the 
range normally attained with low H2S concentration in the recycle gas. 

Temperature and residence time thus appear to be the only 
variables having an effect on volatiles and sulfur remaining in the 
semichar product. The data in Figures 6 and 7 indicate that, at the 
temperatures deemed feasible, first-stage devolatilization/desulfuriza- 
tiori is essentially complete in about 2 0  minutes residence time. To 
provide a consistent data base for process design, first-stage car- 
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bonizations in the PDU are now routinely run at 82O0F, 25 minutes 
residence time, 165 psia, and 100 ppm H2S in the recycle gas. Under 
these conditions, coal containing 35 percent volatile matter and about 
2.2 percent sulfur is converted to semichar containing 20 percent 
volatile matter and 1 . 7  to 1.8 percent sulfur. 

Experimental Results From Second-Stage Carbonization 

Tests were made in the PDU to study effects of temperature and 
residence time in the fluid bed upon sulfur content of the char pro- 
duced in second-stage carbonization. The ranges for these variables 
were 1250 to 141OOF (675 to 765OC) and 40 to 200 minutes. System 
pressure was generally 165 psia, although other tests were run at 
pressures of 80, 120, and 1 5 0  psia. Concentration of H2S in the re- 
cycle gas was controlled in the range 50 to 100 ppm, but concentra- 
tions as high as 1000 pprn H2S were studied in special tests. 

Results from the studies of temperature and residence-time 
effects are shown graphically in Figure 8 ,  which for clarity were 
limited to data obtained at temperatures of 1250, 1325, and 1400OF. 
Sulfur content of the semichar feed for the test series ranged from 
1.65 to 1.80 percent and averaged about 1.70 percent. The quantity 
of char produced at a single set of conditions was usually about 600 
pounds, and more than 1600 pounds of char was produced during the 
longest test. Sulfur content of the char products ranged from 1.1 
percent at the mildest conditions to 0.2 percent at 1400'F and 190 
minutes residence time. 

Temperature exerted the greatest effect on desulfurization of 
the char, as indicated in Figure 8 ;  a temperature increase of 75OF 
provided a lower char sulfur content than increasing residence time 
threefold or even fourfold. For example, 40 minutes residence at 
1400°F was the equivalent of 157 minutes at 1325OF in producing char 
containing 0.64 percent sulfur. It is apparent from the data that de- 
sulfurization of the feed occurred rapidly during the initial period 
of heating and devolatilization. Chars having sulfur contents in the 
range 0.7 to 0.8 percent were obtained in 40 to 50 minutes residence 
time at fluid-bed temperatures greater than about 1300°F. Desulfuriza- 
tion below about 0.8 percent sulfur proceeded at a much slower rate, 
and the rate then appeared to be almost completely linear with time. 

All the data in Figure 8 were obtained at a system pressure 
of 165 psia, except for the one point, indicated on the 1325OF line, 
which was obtained at a pressure of 100 psia. This point was in- 
cluded to show that the effect of pressure over the range 100 to 165 
psia is not discernible in the sulfur content of the char from the 
continuous fluid-bed reactor. Other tests in the PDU gave similar re- 
sults; for example, at 1370OF and about 90 minutes residence time, the 
sulfur contents of the char products were 0.67 and 0.66 percent at 
pressures of 120 and 150 psia, respectively. 
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T h e  i n a b i l i t y  t o  demonst ra te  a p r e s s u r e  e f f e c t  i n  t h e  con- 
t i n u o u s  r e a c t o r  o f  t h e  PDU r e s u l t s  from t h e  in te rdependence  o f  v a r i -  
a b l e s  i n  t h e  system. For example, i n t e n t i o n a l l y  changing t h e  p r e s s u r e  
r e s u l t s  i n  a u t o m a t i c a l l y  changing t h e  mole f r a c t i o n  of hydrogen i n  t h e  
g a s ,  which changes t h e  hydrogen- to-su l fur  r a t i o  i n  t h e  f l u i d  bed. I n  
a d d i t i o n ,  a g r e a t e r  volume of  lower-pressure  ( lower  d e n s i t y )  g a s  must 
be r e c i r c u l a t e d  through t h e  bed to  m a i n t a i n  t h e  same d e g r e e  o f  f l u i d -  
i z a t i o n ,  and lower-pressure  g a s  must be h o t t e r  t o  e f f e c t  t h e  d e s i r e d  
h e a t  t r a n s f e r  t o  main ta in  bed tempera ture .  Because o f  t h i s ,  c h a r  
p a r t i c l e s  near  t h e  bottom of t h e  bed a r e  c o n t a c t i n g  h o t t e r  gas and 
are  momentarily h e a t e d  t o  tempera tures  g r e a t e r  t h a n  t h e  average  bed 
tempera ture .  These competing f o r c e s  combine t o  mask t h e  p r e s s u r e  
e f f e c t  i n  t h e  cont inuous  r e a c t o r .  However, t h e  e f f e c t  o f  i n c r e a s e d  
p r e s s u r e  i s  known t o  be  b e n e f i c i a l  i n  d e c r e a s i n g  t h e  s u l f u r  c o n t e n t  o f  
t h e  product  c h a r .  T h i s  h a s  been demonst ra ted  by numerous i n v e s t i g a -  
t i o n s  and by o u r  bench-scale  tests i n  b a t c h  reactors ( 3 1 ,  which w e r e  
s u i t e d  f o r  s t u d y i n g  t h e  p r e s s u r e  e f f e c t  s e p a r a t e l y  from t h e  o t h e r  
v a r i a b l e s .  

An impor tan t  dependent  v a r i a b l e ,  f o r  which a c o n t i n u o u s  re- 
actor i s  b e s t  s u i t e d ,  i s  average  s u l f u r  c o n t e n t  of t h e  bed. 
b a t c h  u n i t ,  t h e  s u l f u r  c o n t e n t  of t h e  bed d e c l i n e s  throughout  t h e  re- 
a c t i o n  t i m e ,  b u t  i n  a cont inuous  u n i t ,  t h e  a v e r a g e  s u l f u r  c o n t e n t  o f  
t h e  f l u i d  bed remains e s s e n t i a l l y  c o n s t a n t ,  because of  t h e  c o n t i n u o u s  
a d d i t i o n  o f  s u l f u r  w i t h  t h e  f e e d ,  and i s  dependent  upon t h e  s u l f u r  
c o n f e n t  of t h e  f e e d  and upon t h e  f e e d  r a t e .  T h i s  f a c t o r  c o n t r i b u t e s  
s i g n i f i c a n t l y  t o  t h e  observed b e n e f i t  of  v e r y  l o n g  r e s i d e n c e  t i m e s ,  
which were achieved i n  t h e  PDU by g r e a t l y  reduced feed  ra tes .  The 
consequent  r e d u c t i o n  i n  ra te  o f  s u l f u r  a d d i t i o n  t o  t h e  bed r e s u l t e d  
merely i n  a lower average  s u l f u r  c o n t e n t  i n  t h e  bed. From t h e s e  con- 
s i d e r a t i o n s ,  it may be concluded t h a t  t h e  i m p o r t a n t  v a r i a b l e s  i n  de- 
s u l f u r i z a t i o n  of  c h a r  i n  t h e  PDU are tempera ture  and a v e r a g e  s u l f u r  
c o n t e n t  of  t h e  bed ,  provided t h e r e  i s  a s i g n i f i c a n t  c o n c e n t r a t i o n  of 
hydrogen i n  t h e  f l u i d i z i n g  gas .  

In  a 

Composition of t h e  f l u i d i z i n g  g a s  w a s  n o t  a c o n t r o l l a b l e  v a r i -  
a b l e ,  e x c e p t  f o r  H2S c o n c e n t r a t i o n ,  because process-der ived  g a s  w a s  
r e c y c l e d  i n  t h e  system. The g a s  was composed almost e n t i r e l y  o f  
methane, hydrogen, and carbon monoxide. Carbon d i o x i d e  was p r e s e n t  
o n l y  i n  t e n t h s  o f  a p e r c e n t  because of c a u s t i c  s c r u b b i n g  t o  c o n t r o l  
H2S c o n c e n t r a t i o n .  A t  165-psia  p r e s s u r e ,  hydrogen c o n c e n t r a t i o n  i n  
mole p e r c e n t  v a r i e d  from t h e  l o w  2 0 ' s  a t  1250OF t o  t h e  low 4 0 ' s  a t  
1400OF; methane c o n c e n t r a t i o n  ranged from t h e  low 70's t o  t h e  mid 
5 0 ' s ;  carbon monoxide c o n c e n t r a t i o n  w a s  n e a r l y  independent  o f  r e a c t i o n  
tempera ture  b u t  v a r i e d  from a h igh  of  a b o u t  6 p e r c e n t  a t  t h e  s h o r t e r  
r e s i d e n c e  t i m e s  t o  a b o u t  2 p e r c e n t  a t  t h e  l o n g e r  t i m e s .  Hydrogen con- 
c e n t r a t i o n  w a s  a lso s e n s i t i v e  t o  r e s i d e n c e  t i m e ,  and i n c r e a s e d  3 t o  
5 percentage  p o i n t s  between t h e  s h o r t e s t  and l o n g e s t  t i m e s .  

T h e  e f f e c t  of s e v e r a l  H2S c o n c e n t r a t i o n s  i n  t h e  r e c y c l e  g a s  
w a s  s t u d i e d  i n  tests conducted a t  1400°F, Table  I .  The tes ts  w e r e  
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run primarily to generate data relevant to the design of larger fluid- 
bed reactors, in which bed height would be significantly greater than 
the 30-inch bed height in the existing PDU. Concentration of H2S in- 
creases in the fluidizing gas as it passes up through the bed, and at 
bed depths envisioned for reactors designed for 100 tons or more of 
feed per day, average H2S concentration within the fluid bed might 
easily reach 1000 ppm. 

Table I 

Effect of H2S Concentration in Fluidizing Gas on 
Char Sulfur Content 

(1400°F, 165 psia, 190 minutes residence time) 

HzS Concentration, ppm - Char Product, wt 0 S 

50-100 0 . 2 1  

500 0 -71 

1000 0.69 

The data in Table I show a significant deterioration in char 
sulfur content from 0 . 2  percent to 0.7 percent, when the H2S level in 
the gas entering the fluid bed was increased from the normal 50 to 
100 ppm to the 500-ppm level. Interestingly, increasing the H2S 
level to 1000 ppm did not have any perceptible additional effect. 
However, design for larger scale fluid-bed carbonizers will have to 
provide for minimizing the average H2S concentration within the fluid- 
bed region. 

To provide an indication of the reproducibility of data points, 
Table I1 presents analyses of the consecutive receivers of char pro- 
duced during 10-day runs at 1400°F, 165 psia, and residence times of 
46 and 190 minutes. The total quantities of feed for the tests were 
2170 and 875 pounds, respectively. The data show excellent reproduc- 
ibility, considering that observed variations in the products are the 
cumulative effects of variations in the semichar feed and process con- 
ditions, plus the repeatability of sampling and analysis. 

Of interest a l s o  are the incremental changes in concentration 
of the various forms of sulfur originally present in the raw coal. 
These changes are illustrated by the analytical results in Table I11 
for the feed and products involved in the CLEAN COKE Process. Forms 
of sulfur are shown simply as organic and inorganic, because the in- 
organic sulfur was nearly all pyritic and contained at most 0.05 per- 
cent sulfate sulfur. Coals from several mines in central Illinois 
were evaluated and all samples were quite similar. However, only 
coal from No. 24 mine of the Old Ben Coal Mining Company was processed 
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~ in the carbonization PDU, and the data in Table I11 were obtained with 
this coal. 

Tahle I1 

Uniformity of Product Char From Carbonization PDU 
(1400°F, 165 psial 

Receiver 

1 
2 

3 

4 

5 

6 

7 
8 

Average 

Char Sulfur Content, wt 8 
46 min 190 min 

0.69 
0.70  

0.68 
0.61 

0.68 
0.66 

0.68 

0.71 

0.68 

- 

0.26 

0.21 

0.18 
0.18 

0.18 
0.25 

0.21 

Table I11 

Incremental Change in Forms of Sulfur 

Processing Step 
Sulfur Forms, wt % 

Organic Inorganic 

As-mined coal 1.00 2.50* 

Cleaned and sized 1.13 1.00 
carbonization feed 

Semichar (First-stage 0.91 0.81 

Char (Second-stage 0.13 0.08 

product ) 

product, 1400°F) 

* Inorganic sulfur is pyritic sulfur plus about 
0.05% sulfate sulfur in the as-mined coal. 

Typically, the run-of-mine coal sample contained about 1 percent 
organic sulfur and 2 percent or so inorganic sulfur. Conventional 
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w e t  c l e a n i n g  of  t h i s  c o a l  by g r a v i t y  s e p a r a t i o n  and t a b l i n g  o p e r a t i o n s  
removed i n o r g a n i c  s u l f u r  s e l e c t i v e l y  and produced a c l e a n  c o a l  f e e d ,  
which c o n t a i n e d  a b o u t  1 p e r c e n t  i n o r g a n i c  and 1.1 p e r c e n t  o r g a n i c  s u l -  
f u r .  D e v o l a t i l i z a t i o n  and d e s u l f u r i z a t i o n  i n  f i r s t - s t a g e  c a r b o n i z a -  
t i o n  a t  820°F removed a b o u t  one t h i r d  of  t h e  s u l f u r  i n  each  form, and 
t h e  r a t i o  of o r g a n i c  t o  i n o r g a n i c  remained a b o u t  t h e  same i n  t h e  s e m i -  
c h a r  product  as i n  t h e  f e e d  c o a l .  (The coa l -dry ing  and p r e o x i d a t i o n  
t r e a t m e n t  d i d  n o t  a f f e c t  e i t h e r  t h e  amount o r  t h e  forms o f  s u l f u r . )  
F i n a l  d e v o l a t i l i z a t i o n  and d e s u l f u r i z a t i o n  in  second-stage carboniza-  
t i o n  a t  1400OF removed a b o u t  90 p e r c e n t  o f  e a c h  form of s u l f u r  i n  t h e  
s e m i c h a r  f e e d ,  and t h e  l o w e s t  s u l f u r  c h a r  made c o n t a i n e d  o n l y  s l i g h t l y  
more o r g a n i c  t h a n  i n o r g a n i c  s u l f u r .  

I t  is also of  i n t e r e s t  t h a t  bo th  forms o f  s u l f u r  c o n t r i b u t e d  
s u b s t a n t i a l l y  t o  the product ion  of H2S d u r i n g  c a r b o n i z a t i o n .  T h i s  
f a c t  is i l l u s t r a t e d  by t h e  d a t a  i n  Table  I V ,  which show t h e  q u a n t i t y  
o f  s u l f u x  i n  each form t h a t  was c o n v e r t e d  and t h e  q u a n t i t y  recovered  
as  H2S i n  t h e  c a u s t i c  sc rubbing  s o l u t i o n .  

T a b l e  I V  

Conversion o f  F o r m s  of S u l f u r  t o  H2S 

D i s t r i b u t i o n  of S u l f u r ,  pounds 

Organic  I n o r g a n i c  T o t a l  as  H2S 
Recovered 

C o a l  f e e d  2 6 . 6  3 1 . 7  58 .3  -- 

Converted s u l f u r  8.4 1 2 . 3  20.7 18.2 
( a t  820OF) 

Semichar f e e d  18.2 19.4 37 .6  -- 

Converted s u l f u r  1 2 . 8  1 2 . 2  2 5 . 0  23.8 
( a t  1400OF) 

Char product  5.4 7.2 12.6 -- 

The  p y r i t i c  s u l f u r  conver ted  c o n t r i b u t e d  a b o u t  two t h i r d s  of  t h e  H2S 
produced by f i r s t - s t a g e  c a r b o n i z a t i o n  a t  8 2 0 ° F ,  and t h e  i n o r g a n i c  s u l -  
f u r  remain ing  i n  t he  semichar  c o n t r i b u t e d  about  h a l f  of  the H2S pro-  
duced d u r i n g  second-s tage  c a r b o n i z a t i o n  a t  1400OF. Assuming t h a t  a l l  
t h e  r e a c t i n g  i n o r g a n i c  s u l f u r  is c o n v e r t e d  to  H2S, Table  IV d a t a  show 
t h a t  about  70 p e r c e n t  of  t h e  o r g a n i c  s u l f u r  r e a c t i n g  a t  820'F w a s  con- 
v e r t e d  to  H2S and a b o u t  95 p e r c e n t  was c o n v e r t e d  t o  H2S a t  1400'F. 
Thus, it is a p p a r e n t  t h a t  r e a c t i o n  c o n d i t i o n s  i n  both  s t a g e s  are ade- 
q u a t e  t o  c o n v e r t  b o t h  t y p e s  o f  s u l f u r  compounds t o  e a s i l y  r e c o v e r a b l e  
H2S. The remainder  o f  t h e  s u l f u r  l i b e r a t e d  from t h e  coal d u r i n g  
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pyrolysis is recovered as organic compounds in the liquid products, 
which contain 1.1 to 1.3 percent sulfur. 

Material Flow During Staged Carbonization 

Material flows and weight distribution through the two stages 
of carbonization of oxidized Illinois coal are shown in the simplified 
flow diagram of Figure 9. The products of first-stage carbonization 
of the coal are, in weight percent, semichar, 83.0; tar, 11.9; water, 
2.5; fuel gas, 1.1; and acid gases, 1.5. The products of second-stage 
carbonization of the semichar (at 1400OF and 77 minutes residence 
time) are, in weight percent of the coal, low-sulfur char, 62.9; tar, 
5.0; water, 2.0; process gas, 6.3; and acid gases, 6.8. The yield of 
C02 shown in Figure 9 is actual, but the high value results from the 
use of aqueous-caustic scrubbing to control H2S levels in the car- 
bonization PDU. Removal of C02 in the scrubber prevents this compo- 
nent from reaching a normal steady-state concentration in the recycle 
gas. 
such as the use of Benfield scrubbers,* C02 would not be continuously 
removed from the gas, and its concentration in and yield from the pro- 
cess gas are expected to be substantially less. 

In a larger system using conventional means for H2S recovery, 

,7 Conclusions 
./ 

The cardonization PDU of the CLEAN COKE Process has proved to 
be a valuable research tool in demonstrating, on a substantial scale, 
the efficient desulfurization of Illinois coal in a continuous, pres- 
surized, fluid-bed carbonizer. After conventional cleaning and sizing, 
coal was processed during sustained operation of up to 10 days through 
two separate stages of carbonization, which together removed more than 
90 percent of the coal sulfur and produced char containing as little 
as 0.2 percent sulfur. First-stage carbonization at a temperature of 
about 820°F served primarily to produce a nonagglomerating semichar 
feed for high-temperature carbonization, but the first-stage carboniza- 
tion removed about one third of the sulfur from the coal and produced 
about two thirds of the total tar. Second-stage carbonization removed 
up to 90 percent of the remaining sulfur and produced low-sulfur char, 
hydrogen-rich fuel gas, and tar. Both forms of sulfur, organic and 
inorganic, were shown to be removed with equal facility by the car- 
bonization process. 

In addition to the data on desulfurization and process yields 
and chemistry, the PDU has provided much useful engineering informa- 
tion, which was needed for the design of a 100-ton-per-day pilot plant. 
The pilot-plant process-design work is currently in progress, and con- 
tinued testing in the PDU will generate data needed for the design. 
Concurrently, studies are in progress on carbonization of high-sulfur 

* Use of trade names or company names is for identification only and 
does not imply endorsement by ERDA. 
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coals from other major seams of national interest. Coal from the 
Kentucky No. 9 seam is being processed at present, and this will be 
followed by testing of a Pittsburgh seam coal. 
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HYDRODESULFURIZATION O F  COALS 

Donald K. Fleming 
Robert D. Smith 
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Chicago, Illinois 60616 

Introduction 

The Institute of Gas Technology (IGT) i s  engaged in a program funded by the 
U. S. Environmental Protection Agency (EPA) to determine the operating para-  
meters  of the primary reactors  in a patented process  - the IGT Flash Desulfuriza- 
tion Process  - to desulfurize coal by a combination of chemical and thermal  means. 
The pr?cess  i s  directed at the production of solid fossil fuel that can b e  directly 
consumed in existing equipment in an environmentally satisfactory manner. 

Laboratory, bench-scale, and continuous PDU-sized equipment a r e  being 
utilized in the project. 
temperature, heat-up ra tes  and residence time in  a reducing atmosphere. After 
treatment, the material i s  chemically analyzed to determine the degree of sulfur 
removal. Results from tests  with four different, high-sulfur coals ( f rom abundant, 
Eastern seams) show good sulfur reduction; calculated sulfur-dioxide emissions of 
the treated material a r e  below the present Federal  EPA standards of 1. 2 lb/106 
Btu f o r  direct combustion of the solid fossil fuel product. 

The coal sample is  subjected to the selected conditions of 

Coals Tested 

Several coals were screened for sulfur content, seam location, and quantity 
available, 
sulfur content. 

Subbituminous coals and lignites were eliminated because of low initial 
Four bituminous coals were selected for testing: 

1) Western Kentucky No. 9, 3. 74% sulfur (run-of-mine) 

2) 

3) 

4) 

Pittsburgh seam (West Virginia mine), 2.77% sulfur (highly caking) 

Pittsburgh seam (Pennsylvania mine), 1. 35% sulfur (high ash content) 

Illinois No. 6 ,  2 . 4 3 %  sulfur (washed) 

The coals were selected without regard f o r  the relative pyritic and organic sulfur 
contents, because a universal coal desulfurization process should be capable of 
minimizing any sulfur type in  the coal. 

Pretreatment  

The coals selected a r e  a l l  of the caking type and require an oxidative pretreat-  
ment pr ior  to hydrodesulfurization. 
reactor to determine the proper pretreatment conditions for each coal. 
tu res ,  oxygen rates ,  fluidization velocities, and residence t imes were varied. 
These tes ts  indicated that a temperature of 750°F and a gas velocity of 1 f t / sec  
were necessary. 
coal; residence time and oxygen consumption were adjusted to yield a non-caking 
mater ia l  from each feedstock. 

Pretreatment  tes ts  were conducted in a batch 
Tempera- 

The degree of pretreatment required was not the same f o r  each 
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Approximately 25 to 30% of the coal sulfur is removed during pretreatment. 
This sulfur becomes pr imari ly  SO2 in the low-Btu pretreatment off-gas. 
mately 8 to 12% of the coal is consumed during pretreatment, generating steam for  
the r e s t  of the system and a low-Btu off-gas that can be consumed on-site to  pro- 
vide process steam or  t o  generate power. 

Approxi- 

pretreatment  not only prevents caking, but also improves the sulfur removal 
in  the subsequent hydrotreating step. 
with Western Kentucky No. 9 coal. 
screened coal and the other used crushed, screened, and pretreated coal as feed 
for  hydrodesulfurization. 
with untreated coal feed was increased to 95% by using a pretreated feed. 

Hydrode sulfuri zation Results 

Figure 1 represents two ser ies  of tes ts  made 
One tes t  ser ies  was made with crushed and 

The results show that the 70% sulfur removal achieved 

prel iminary desulfurization evaluation of each coal was made in a thermo- 
balance, a laboratory device that can continuously weigh a sample exposed to a 
controlled environment of temperature, pressure,  and contacting gas composition. 
A total of 122 thermobalance tes ts  have been performed in this program. 

Samples for thermobalance tests were prepared using +40 mesh pretreated 
coal. This feed i s  placed in the sample basket and then lowered into the heated 
zone. Heat-up ra tes  of 5O to 20°F per minute were used, to terminal temperatures 
of 1000° to 1500OF. Soaking t imes at the final temperature were varied from 0 
minutes to  5. 5 hours. The treated coal was analyzed for sulfur-by-types including 
pyritic, sulfide, sulfate, and organic. The small  sample s ize  did not permit more  
complete characterization. 

Figure 2 presents the sulfur removal attained in the thermobalance tests for 

F o r  all the cDals, the  pyritic sulfur has  been 97 to  100% decomposed at 1300' 
t a  1 500°F, and the organic sulfur has been reduced by 8 0  to 88% at 1500OF. 
total sulfur reduction i s  90 to 95% at 1500OF. 
combustion of the product, of a l l  tes ts  a t  1400°F or  above, would be below the 
present  Federal EPA New Source Performance Standards of 1. 2 lb/106 Btu 
f 3 r  combustion of solid fossil fuel. If sulfide and sulfate types of sulfur a r e  
removed mechanically, all tes t s  above 1 300°F produce acceptable products. 

the four coals. 

The 
The calculated SO2 emissions f o r  

In the tests described above, samples were heated slowly - 5O to 20°F per 
minute - to their terminal  temperature in  the thermobalance. 
with Western Kentucky No. 9 coal, employed rapid heat-up. Rapid heat-up is 
accomplished by heating the reaction zone to the desired temperature and then 
lowering the sample basket into the hot zone. Most of the total weight change 
occurs in  the f i r s t  few seconds that the sample is in the hot zone. 
the weight changes only slightly, regardless of the residence times. 
sulfur removed, however, increases  with residence time at rapid heat-up rate. 
Reduction of sulfur content by 95% has been achieved i n  2 hours residence time a t  
1500OF; however, samples subjected to  6 0  minutes or more met the EPA emission 
l imits  for  SO,. 

A se r ies  of runs, 

After 15 minutes, 
The total of 

A batch reactor  has been used with the Western Kentucky No. 9 and Illinois 
No. 6 coals to substantiate the results of the thermobalance and to extend testing to 
other  phases. This reactor  operates in a fluidized bed mode, s imilar  to the antici- 
pated operation of the full-scale plant. 
ra tes  o r  can be heated rapidly. 
samples, and the treated product is completely characterized analytically. A total 
of 128 batch reactor  tes t s  (including pretreatment evaluation) have now been made. 

It can be subjected to controlled heat-up 
The batch reactor is  capable of treating larger  
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Batch tests with conditions s imilar  to  the thermobalance experiments were 
Results were excellent at made at terminal temperatures of 1400' and 1500'F. 

these temperatures with the total of sulfur removed typically YO%, but a s  high as 
98. 6 %  at  150O0F; these results a r e  in  good agreement with the thermobalance 
tests. The treated mater ia l  would produce SO, emissions well below the limitation. 

Table 1 presents typical resul ts  f rom a batch reactor. For these tes t s ,  the 
product recovery i s  about 6 0 % ;  the remainder of the coal has  been gasified (and 
pretreated) into low-Btu gas that can be upgraded to pipeline quality or consumed 
on-site. The heating value of the treated product is about 5% less  than the feed- 
stock, primarily because of the lost  heat-content of the coal-sulfur and the in- 
creased ash content of the product. The Volatile Matter content of the treated 
product has been reduced significantly: modified combustion equipment m y  be 
required for  the consumption of the desulfurized coal. 
another IGT patent, the treated product can be recombined with the hydrocarbons 
produced during the treatment (after oil hydrodesulfurization) to improve the com- 
bustion characteristics. 

Alternatively, a s  in 

Work has now progressed to la rger  equipment. A 10-inch fluidized-bed unit 
can be fed continuously with variable feed rates f rom 25 to 200 lb/hr .  
used to  verify pretreatment operating conditions on a continuous basis. P r e -  
treated feedstock has been prepared on this unit for hydrodesulfurization runs 
which a r e ,  a t  the time of preparation of this paper, now planned. 

It has been 

This unit will be used to collect data for material and energy balances, 
s t ream characterizations, economics, and design specifications for  a la rger  
installation. 
the meeting. 

Conclusions 

We expect to have achieved positive results for  oral presentation at  

Laboratory- and bench-scale da ta  indicate that acceptable hydrodesulfuriza- 
tion of coals can be achieved with the IGT Flash Desulfurization Process .  P r e -  
treatment of the coal enhances the removal of sulfur to produce a solid fuel that 
can be burned in conformance with the present Federal  EPA limits of 1.  2 lb  SO2/ 
l o6  Btu. Work is progressing to prove the concept on larger ,  continuous, PDU- 
sized equipment. 
defined, so economic factors a r e  a t  present unknown. 
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G .  B .  Haldipur and T .  D .  Wheelock 
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INTRODUCTION 

The p ioneer ing  i n v e s t i g a t i o n  of  Jacobs and Mirkus (5) showed t h a t  s u b s t a n t i a l  
amounts of s u l f u r  could be  removed from I l l i n o i s  No. 6 c o a l  by t rea tment  wi th  mix- 
t u r e s  o f  a i r ,  n i t r o g e n  and steam i n  a f l u i d i z e d  bed r e a c t o r  a t  moderately e leva ted  
temperatures .  Thus by t r e a t i n g  c o a l ,  which had been ground i n  a hammer m i l l  (100% 
through 8 mesh s c r e e n ) ,  wi th  a gas mixture c o n t a i n i n g  2 .7% oxygen, 35% steam, and 
62.3% n i t r o g e n  a t  510'C f o r  30 min., the  s u l f a t e  and p y r i t i c  s u l f u r  conten t  of t h e  
s o l i d s  was reduced about  80% and t h e  organic  s u l f u r  c o n t e n t  10%. However, a t  the  
same time t h e  conten t  of combust ible  v o l a t i l e  matter was reduced about  65%. De- 
s u l f u r i z a t i o n  improved w i t h  i n c r e a s i n g  res idence  time and decreas ing  p a r t i c l e  s i z e ,  
but  i t  was a f f e c t e d  only  s l i g h t l y  by oxygen concent ra t ions  i n  the  range of  2 t o  10% 
o r  steam c o n c e n t r a t i o n s  i n  t h e  range of 0 t o  85%. The s u l f u r  c o n t e n t  of t h e  char  
dec l ined  as t h e  t r e a t m e n t  temperature  was r a i s e d  up t o  430°C b u t  h i g h e r  temperatures  
were n o t  b e n e f i c i a l  because d e s u l f u r i z a t i o n  was accompanied by increased  g a s i f i c a t i o n  
and reduced y i e l d  of  c h a r .  

' 

Even more encouraging r e s u l t s  were repor ted  by Sinha and Walker (7)  who were 
a b l e  t o  remove a l a r g e  percentage  of  t h e  p y r i t i c  s u l f u r  from most of t h e  samples 
i n  a series of powdered bituminous c o a l s  by t r e a t i n g  them i n  a combustion boat  wi th  
a i r  a t  450'C f o r  10 min. Moreover, t h e  low and medium v o l a t i l e  bi tuminous coa ls  
i n  t h e  s e r i e s  on ly  exper ienced  about  a 5% weight  l o s s  and t h e  h igh  v o l a t i l e  bitumi- 
nous c o a l s  a 10 t o  17% weight  l o s s .  However, t h e  r e s u l t s  of  a s i m i l a r  series of 
experiments by Block et. ( 2 )  were l e s s  promising because l e s s  p y r i t i c  s u l f u r  w a s  
removed and a g r e a t e r  weight  l o s s  w a s  incur red .  

Although the  s e l e c t i v e  o x i d a t i o n  of p y r i t i c  s u l f u r  appeared t o  p lay  an important 
r o l e  i n  the  foregoing  demonst ra t ions  of d e s u l f u r i z a t i o n ,  i t  may n o t  have been an 
exc lus ive  r o l e  because s u l f u r  could a l s o  have been removed through p y r o l y s i s  and 
r e a c t i o n  w i t h  hydrogen which w a s  r e l e a s e d  by t h e  p y r o l y t i c  decomposition of coa l .  
Numerous s t u d i e s  have shown t h a t  p a r t  of t h e  s u l f u r  i n  c o a l  i s  removed dur ing  
carboniza t ion  and t h a t  t h e  a d d i t i o n  of hydrogen o r  carboniza t ion  in'a s t ream of 
hydrogen assists t h e  removal of s u l f u r ,  p a r t i c u l a r l y  a t  h igher  tempera tures  ( 2 , 3 , 6 ,  
8).  Under such c o n d i t i o n s  s u l f u r  i s  removed p r i n c i p a l l y  a s  hydrogen s u l f i d e .  An 
i n v e s t i g a t i o n  of c o a l  h y d r o d e s u l f u r i z a t i o n  by a nonisothermal  k i n e t i c  method reveal-  
ed s e v e r a l  peaks i n  the  r a t e  of e v o l u t i o n  of  hydrogen s u l f i d e .  Yergey et. (9) 
a t t r i b u t e d  t h e  f i r s t  peak which occurred i n  t h e  range of 390 t o  470'C f o r  d i f f e r e n t  
c o a l s  t o  be due t o  t h e  r e a c t i o n  of hydrogen with two forms of organic  s u l f u r ,  the  
second peak a t  52OoC t o  t h e  r e a c t i o n  of hydrogen wi th  p y r i t e ,  t h e  t h i r d  peak a t  
620°C t o  t h e  r e a c t i o n  of hydrogen wi th  f e r r o u s  s u l f i d e  (produced by t h e  hydrodesul- 
f u r i z a t i o n  of p y r i t e ) ,  and t h e  f o u r t h  peak t o  t h e  r e a c t i o n  of hydrogen wi th  a t h i r d  
form of  organic  s u l f u r .  
by t h e  presence of hydrogen s u l f i d e  i n  t h e  gas  phase which s e v e r e l y  l i m i t s  t h e  con- 
c e n t r a t i o n  b u i l d  up of hydrogen s u l f i d e  ( 1 , 4 , 6 ) .  

The work repor ted  h e r e  was undertaken t o  determine t h e  f e a s i b i l i t y  of desulfur-  

Unfor tuna te ly  t h e  hydrodesul fur iza t ion  of  c o a l  i s  i n h i b i t e d  

i z i n g  a high s u l f u r  bi tuminous c o a l  from a n  Iowa mine by t rea tment  a t  moderately 
e l e v a t e d  tempera tures  i n  a f l u i d i z e d  bed r e a c t o r  w i t h  e i t h e r  o x i d i z i n g ,  n e u t r a l ,  o r  
reducing gases .  Nearly i so thermal  experiments  were c a r r i e d  o u t  wi th  a small f l u i d -  
ized  bed r e a c t o r  t o  de te rmine  t h e  e x t e n t  of  d e s u l f u r i z a t i o n  and c o a l  weight l o s s  
for  d i f f e r e n t  c o n d i t i o n s  of temperature  and gas  composi t ion.  Also t h e  t rea tments  
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were appl ied  t o  both run  of mine c o a l  and b e n e f i c i a t e d  c o a l .  In  a d d i t i o n  the  o f f -  
gas composition was measured dur ing  some experiments  to determine the  d i s t r i b u t i o n  
of var ious  s u l f u r  and o t h e r  compounds and t o  estimate t h e  h e a t i n g  va lue  of t h e  gas  
F i n a l l y  c o n s i d e r a t i o n  was given to  the  p o s s i b i l i t y  of d e s u l f u r i z i n g  t h e  of f -gas  
and us ing  i t  a s  a c l e a n  f u e l  t o  burn a long  with p a r t i a l l y  d e s u l f u r i z e d  c o a l  char  
i n  the  same p l a n t  i n  o r d e r  t o  meet a i r  p o l l u t i o n  c o n t r o l  r e g u l a t i o n s .  

EXPERIMENTAL INVESTIGATION 

Apparatus 

F igure  1 is a schematic  flow diagram of the  appara tus  used f o r  t h i s  i n v e s t i g a -  
t i o n .  Feed gases  were conducted through ro tameters ,  combined, and heated t o  t h e  
r e a c t i o n  temperature  by an e l e c t r i c  prehea ter .  
f l u i d i z e d  bed r e a c t o r  c o n t a i n i n g  t h e  c o a l  being t r e a t e d .  Af te r  pass ing  through t h e  
r e a c t o r ,  t h e  gas  was conducted t o  a g l a s s  cyclone s e p a r a t o r  which removed any f i n e  
p a r t i c l e s  of c o a l  e l u t r i a t e d  from t h e  bed. The gas  w a s  cooled next  t o  condense tar 
and mois ture ,  f i l t e r e d  wi th  g l a s s  wool, and bubbled through an a l k a l i n e  s o l u t i o n  of 
hydrogen peroxide t o  remove s u l f u r o u s  gases .  Samples of gas were analyzed p e r i o d i c a l -  
l y  wi th  a magnetic type ,  mass spec t rometer  (Model MS10, Associated E l e c t r i c a l  
I n d u s t r i e s  L t d . ) .  

The h o t  gas  then passed i n t o  a 

The r e a c t o r  w a s  c o n s t r u c t e d  from 2 i n .  I . D .  s t a i n l e s s  s t e e l  p ipe  and had an 
o v e r a l l  l e n g t h  of 18 i n .  It w a s  f i t t e d  wi th  a porous s i n t e r e d  s t a i n l e s s  s t e e l  
gas  d i s t r i b u t o r  having an e f f e c t i v e  pore s i z e  of 2Ou. I t  w a s  a l s o  equipped wi th  a 
thermowell and a device  f o r  i n j e c t i n g  c o a l  a t  a p o i n t  j u s t  above t h e  gas d i s t r i b u t o r .  
The r e a c t o r  was placed i n  an e l e c t r i c a l l y - h e a t e d ,  f l u i d i z e d  sand b a t h  f o r  tempera- 
t u r e  c o n t r o l .  

Procedure 

The r e a c t o r  w a s  charged with a weighed amount of -40+50 mesh s i l i c a  sand. 
r e a c t o r  was then brought  up t o  o p e r a t i n g  temperature  whi le  a i r  was used as t h e  
f l u i d i z i n g  medium. A s  t h e  system approached t h e  d e s i r e d  temperature ,  a i r  was re- 
placed wi th  t h e  a p p r o p r i a t e  t rea tment  gas .  When t h e  temperature  of t h e  system 
appeared t o  have reached a s teady  s ta te ,  powdered c o a l  (-20+40 mesh) w a s  i n j e c t e d  
i n t o  t h e  f l u i d i z e d  bed of sand. T h i s  was done by f i r s t  f i l l i n g  t h e  i n j e c t o r  tube  
wi th  a weighed amount of  c o a l .  
and then  t h e  quick opening b a l l  v a l v e  between t h e  tube  and t h e  r e a c t o r  w a s  opened 
a l lowing  the  c o a l  t o  be discharged i n t o  the  r e a c t o r .  This  marked t h e  beginning of 
a run.  During a run,  the  gas flow through the  r e a c t o r  and t h e  temperature  of  t h e  
f l u i d i z e d  sand ba th  surrounding t h e  r e a c t o r  were k e p t  c o n s t a n t .  During some runs ,  
samples of  t h e  off-gas  were c o l l e c t e d  i n  g l a s s  bu lbs  a t  d i s c r e t e  time i n t e r v a l s  and 
la ter  analyzed with t h e  mass spec t rometer .  A f t e r  a run was completed, t h e  r e a c t o r  
w a s  uncoupled and doused wi th  water  t o  c o o l  i t  t o  room temperature .  The c o n t e n t s  
of t h e  r e a c t o r  were weighed and screened  t o  s e p a r a t e  t h e  sand and c o a l  c h a r .  The 
proximate a n a l y s i s ,  h e a t i n g  v a l u e ,  and s u l f u r  d i s t r i b u t i o n  of t h e  c h a r  were sub- 
sequent ly  determined by t h e  ASTM method. It should be noted t h a t  t h i s  method of  
a n a l y s i s  d id  not  d i s t i n g u i s h  between s u l f u r  p r e s e n t  as f e r r o u s  s u l f i d e  (FeS) and 
organic  s u l f u r .  

M a t e r i a l s  

Jude Coal Co. s t r i p  mine i n  Mahaska County, Iowa, were t r e a t e d .  The samples were 
crushed and screened t o  provide material in t h e  -20+40 mesh s i z e  range.  A f t e r  
s i e v i n g ,  each sample w a s  s p l i t  i n t o  two f r a c t i o n s .  One f r a c t i o n  was u t i l i z e d  as 
is while  the o t h e r  f r a c t i o n  w a s  b e n e f i c i a t e d  by a f l o a t / s i n k  technique us ing  a 
l i q u i d  medium (a  mixture  of hexane and t e t r a c h l o r o e t h y l e n e )  having a s p e c i f i c  g r a v i t y  
of  1 .30.  Since t h i s  method o f  b e n e f i c i a t i o n  g r e a t l y  reduced t h e  a s h  c o n t e n t  a s  w e l l  

The 

The tube  was subsequent ly  p r e s s u r i z e d  wi th  n i t r o g e n  

Two run of mine (R.O.M.) samples of  high v o l a t i l e  C bituminous c o a l  from t h e  
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a s  the  p y r i t i c  s u l f u r  c o n t e n t  of  the  c o a l ,  t h e  b e n e f i c i a t e d  f r a c t i o n  is r e f e r r e d  t o  
a s  deashed c o a l .  The composi t ion and h e a t i n g  va lue  of the  two run of mine samples 
and corresponding deashed f r a c t i o n s  are shown i n  Table  1. 

Table 1. Composition o f  Jude mine c o a l  on a n  as rece ived  b a s i s .  

Sample I Sample I1 

Type of Analys is  R.O.M. Deashed R.O.M. Deashed 

Proximate, w t . %  

Moisture 
V o l a t i l e  mat te r  
Fixed carbon 
Ash 

S u l f u r ,  w t . %  

S u l f a t e  
P y r i t i c  
Organic 
Tota l  

Heat ing v a l u e ,  
Btu / lb .  

S p e c i f i c  s u l f u r  
conten t ,  l b .  S /106  Btu 

6.35 
41 .14  
38.68 
13 .83  

0.49 
2.40 
3.54 
6 ; 4 3  

10 ,980  

5.86 

2.24 
46 .03  
40 .84  

2.90 

0 .39  
0.60 
3.97 
4.96 

13 ,430  

3.69 

5.37 
40.61 
39.41 
14.61 

0.76 
2.87 
4 .43  
8.06 
- 

10 ,860  

7.42 

4.04 
45.60 
47.50 

2.86 

0.38 
0 .60  
5.37 
6 .35  
- 

12,990 

4 .89  

RESULTS AND DISCUSSION 

F i r s t  S e r i e s  of  Runs 

The f i r s t  series of runs  was c a r r i e d  o u t  t o  determine t h e  e f f e c t s  of f o u r  
d i f f e r e n t  t rea tment  gas  composi t ions and t h r e e  d i f f e r e n t  temperature l e v e l s  
( 2 4 0 ° ,  325",  and 40OOC) on t h e  d e s u l f u r i z a t i o n  of bo th  run of mine c o a l  and deashed 
c o a l .  The t rea tment  g a s e s  inc luded  (1) 100% N 2 ,  (2)  85% H2, 15% N 2 ,  ( 3 )  4% 02', 
96% N 2 .  and ( 4 )  10% 02, 90% N 2 .  Coal i d e n t i f i e d  as Sample I i n  Table 1 was used 
f o r  t h i s  series. For each  run ,  50 g. of c o a l  was i n j e c t e d  i n t o  400 g. of s i l i c a  
sand f l u i d i z e d  with t h e  a p p r o p r i a t e  t r e a t m e n t g a s a t  a s u p e r f i c i a l  v e l o c i t y  of 30 t o  
40 cm./sec. A s  soon a s  t h e  c o a l  was added,  t h e  temperature  of the  f l u i d i z e d  bed 
i n  the  r e a c t o r  dropped 15-5OoC. However, t h e  temperature  of t h e  bed recovered t o  
i t s  i n i t i a l  temperature  i n  5 t o  10 min. and then  remained cons tan t  f o r  t h e  remainder 
of a r u n  except  f o r  runs  made a t  t h e  h i g h e s t  temperature  and oxygen l e v e l s .  For 
t h e s e  runs ,  t h e  temperature  of  t h e  bed cont inued t o  rise throughout a run s o  t h e  
f i n a l  temperature  w a s  60-70°C higher  than  the i n i t i a l  temperature .  This i n c r e a s e  
i n  temperature  seemed due to  p a r t i a l  combustion of  t h e  c o a l  o r  i t s  decomposition 
products .  Each run l a s t e d  30 min. f o r  t h i s  series of runs  only  t h e  char  product  
w a s  recovered and ana lyzed;  t h e  of f -gas  w a s  n o t  sampled. 

The r e s u l t s  of runs  made wi th  Sample I ,  r u n  of mine c o a l  a r e  presented  i n  
Table  2 .  Since d u p l i c a t e  runs  were made a t  t h e  lowest  and h i g h e s t  temperature  
l e v e l s ,  each l i s t e d  v a l u e  r e p r e s e n t s  a n  average  f o r  two runs  a t  these temperature  
l e v e l s .  On t h e  o t h e r  hand,  each l i s t e d  v a l u e  f o r  t h e  in te rmedia te  temperature  
l e v e l  r e p r e s e n t s  t h e  r e s u l t  o f  a s i n g l e  run .  During each run  t h e  c o a l  experienced 

52 



some l o s s  i n  weight due t o  t h e  escape of  v o l a t i l e  m a t t e r .  
d i r e c t l y  wi th  temperature  but  w a s  no t  much d i f f e r e n t  f o r  d i f f e r e n t  t rea tment  gases  
except  f o r  the  c a s e  when a gas  conta in ing  10% oxygen was employed a t  t h e  h i g h e s t  
temperature  l e v e l  and over  60% of the  c o a l  w a s  consumed. With t h i s  one except ion  
t h e  weight l o s s  seemed due p r i m a r i l y  t o  p y r o l y s i s  r a t h e r  than t o  r e a c t i o n s  i n v o l v i n g  
any of t h e  t rea tment  gases ,  a l though t h e  v o l a t i l e  decomposition products  were 
obvious ly  n o t  t h e  same f o r  d i f f e r e n t  t rea tment  gases .  Thus some b l a c k  t a r  was con- 
densed from the  off-gas  when e i t h e r  n i t r o g e n  o r  hydrogen were employed, and only  a 
small amount of l i g h t  o i l  and water were condensed when e i t h e r  of t h e  oxygen b e a r i n g  
gases  were used. 

This  l o s s  increased  

The percentage of e i t h e r  p y r i t i c , o r g a n i c o r t o t a l  s u l f u r  removed from t h e  c o a l  
was determined a s  fol lows:  

x 100 Desulfurization (%) = S w t .  i n  feed  - S w t .  i n  product  
S w t .  i n  feed  

Only a smal l  percentage of t h e  p y r i t i c  s u l f u r  w a s  removed a t  any of t h e  tempera ture  
l e v e l s  when pure n i t r o g e n  was used as t h e  t rea tment  gas  (Table 2 ) .  However, when 
e i t h e r  hydrogen o r  oxygen b e a r i n g  gases  were used, a s i g n i f i c a n t  percentage  of  t h e  
p y r i t i c  s u l f u r  was removed a t  t h e  h i g h e s t  temperature  l e v e l  wi th  more s u l f u r  b e i n g  
e x t r a c t e d  by oxygen than  by hydrogen. 
s t r o n g l y  a f f e c t e d  by temperature  b u t  it w a s  a f f e c t e d  very  l i t t l e  by t h e  t rea tment  
gas  composition even though i t  may have appeared t h a t  more organic  s u l f u r  was re- 
moved a t  40OoC by e i t h e r  n i t r o g e n  a l o n e  o r  oxygen-nitrogen mixtures  than  by hydrogen. 
A q u a l i t a t i v e  chemical a n a l y s i s  showed t h a t  some of t h e  "organic"su1fur p r e s e n t  i n  
c h a r  produced dur ing  t h e  runs  wi th  hydrogen w a s  a c t u a l l y  a n  inorganic  s u l f i d e .  A 
s i m i l a r  a n a l y s i s  of t h e  char  produced d u r i n g  t h e  runs  wi th  oxygen i n  t h e  feed  gas  
d i d  n o t  r e v e a l  any s u l f i d e .  Furthermore so l i t t l e  p y r i t i c  s u l f u r  w a s  removed dur- 
i n g  t h e  runs  wi th  pure n i t r o g e n  t h a t  n o t  much s u l f i d e  could have been produced. 
Therefore  only  t h e  r e s u l t s  from t h e  hydrogen runs  a r e  suspec t  and t h e  organic  s u l f u r  
removed a t  400 'C  was probably g r e a t e r  than  i n d i c a t e d  because of  t h i s  problem wi th  
t h e  chemical a n a l y s i s .  
s t r o n g l y  on temperature  and very  l i t t l e  on t rea tment  gas  composi t ion,  i t  appears  
t h a t  such removal is due mainly t o  p y r o l y s i s  and r e l e a s e  of  v o l a t i l e  m a t t e r .  

The percentage of  organic  s u l f u r  removed w a s  

Consider ing t h a t  t h e  removal of organic  s u l f u r  depends 

The cumulat ive d i s t r i b u t i o n  of v a r i o u s  forms of  s u l f u r  remaining i n  e i t h e r  run 
of  mine o r  deashed c o a l  a f t e r  t rea tment  wi th  oxygen b e a r i n g  gases  i s  shown i n  F igure  
2 .  The v e r t i c a l  d i s t a n c e  s e p a r a t i n g  any g iven  p a i r  of curves  r e p r e s e n t s  t h e  per- 
cen tage  of the i n d i c a t e d  s p e c i e s  of s u l f u r  found i n  t h e  product  based on t h e  t o t a l  
s u l f u r  i n  the feed and i t  was determined by employing t h e  r e l a t i o n  

species (%) = w t .  of s p e c i e s  i n  product  
t o t a l  w t .  of S i n  feed  

The d i s t r i b u t i o n  a t  t h e  le f t -hand  s i d e  of each diagram corresponds t o  t h e  s u l f u r  
d i s t r i b u t i o n  of  t h e  feed m a t e r i a l .  A comparison of t h e  s u l f u r  d i s t r i b u t i o n  a t  
d i f f e r e n t  temperatures  wi th  t h e  i n i t i a l  d i s t r i b u t i o n  shows t h a t  f o r  every  t r e a t -  
ment gas  the  t o t a l  amount of s u l f u r  remaining i n  t h e  s o l i d s  decreased a s  t h e  
temperature  w a s  r a i s e d  wi th  t h e  g r e a t e s t  change g e n e r a l l y  tak ing  p l a c e  above 325 'C .  
In t h e  case  of e i t h e r  run of mine o r  deashed c o a l  t r e a t e d  wi th  oxygen, bo th  organic  
and inorganic  s u l f u r  were removed but  a t  h igher  temperatures  more inorganic  s u l f u r  
appeared t o  be removed than organic  r e l a t i v e  t o  t h e  amount of each s p e c i e s  p r e s e n t  
i n i t i a l l y .  

The s u l f u r  d i s t r i b u t i o n  diagrams a l s o  i n d i c a t e  t h e  i n t e r c o n v e r s i o n  of one form 
of  s u l f u r  i n t o  another .  Thus i t  appears  t h a t  t h e  s u l f a t e  form of s u l f u r  gained 
s l i g h t l y  a t  t h e  expense of o t h e r  forms of s u l f u r  when run of mine c o a l  was t r e a t e d  
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Table 2. R e s u l t s  of t h e  f i r s t  series of runs  wi th  run of  mine c o a l .  

S u l f u r  Removed, % 
T r t ,  Temp., W t .  LOSS, lb. Sa 
Gas O C  % P y r i t i c  Organic T o t a l  106 Btu 

100% N 2  235 11.6 
320 14.0 
400 31.6 

85% H2 235 11.8 
325 15.0 
4 00 33.6 

4% o2 235 11.7 
320 16.0 
410 30.7 

10% O 2  240 10.0 
330 18.5 
440 63.0 

9.2 10.7 7.4 6.3 
7.8 3.2 2.5 6.6 
7.4 49.1 29.1 6.4 

7.1 7.0 6.6 6.1 
7.7 12.3 10.1 6.0 

29.2 35.4 39.7 5.5 

'a. 2 12.2 6.7 6.4 
12.9 25.3 19.1 5.8 
41.2 46.4 45.7 4.9 

7.9 18.4 11.3 6.2 
8.6 22.7 11.3 7.3 

73.3 79.8 77.9 5.6 

aSpeci f ic  s u l f u r  c o n t e n t  of c h a r  product .  

wi th  a n  oxygen b e a r i n g  gas  a t  235'C. However, i t  d o e s n ' t  appear  t h a t  any of t h e  
t rea tments  produced a wholesa le  t ransformat ion  of one form of s u l f u r  i n t o  another .  
There c e r t a i n l y  was l i t t l e  i f  any evidence such as Cernic-Simic ( 3 )  had found 
i n d i c a t i n g  t h e  t ransformat ion  of  organic  s u l f u r  i n t o  inorganic  s u l f u r .  

As a r e s u l t  of v o l a t i l e  matter l o s s  andlor  c o a l  o x i d a t i o n  which accompanied 
d e s u l f u r i z a t i o n ,  t h e  s p e c i f i c  s u l f u r  c o n t e n t  (pounds of  s u l f u r  per  m i l l i o n  Btu) of 
t h e  coa l  w a s  n o t  reduced m a t e r i a l l y  by any of t h e  t rea tments .  In f a c t  for a major i ty  
of t h e  t r e a t m e n t s ,  t h e  s p e c i f i c  s u l f u r  c o n t e n t  of  t h e  t r e a t e d  run of  mine coa l  
(Table 2) was a c t u a l l y  s l i g h t l y  l a r g e r  than t h a t  of t h e  feed (5.86 l b .  S/106 Btu) .  
For run of mine c o a l  t h e  lowes t  s p e c i f i c  s u l f u r  c o n t e n t  (4.9 l b .  S/106 Btu) was 
obtained when i t  w a s  t r e a t e d  a t  410°C with  gas  c o n t a i n i n g  4% oxygen. 
c o a l  t h e  s p e c i f i c  s u l f u r  c o n t e n t  of t h e  product  w a s  s l i g h t l y  less than  t h a t  of the  
feed  (3.69 l b .  S/lO6 Btu) fo l lowing  a m a j o r i t y  of  t h e  t rea tments ,  and a t  t h e  h ighes t  
temperature  l e v e l  t h e  s p e c i f i c  s u l f u r  c o n t e n t  of  t h e  product  was almost  t h e  same 
r e g a r d l e s s  of t rea tment  gas .  

Second Series of Runs 

For deashed 

The second s e r i e s  of  runs  w a s  conducted t o  measure the  y i e l d  and composition 
of t h e  gaseous r e a c t i o n  product  as w e l l  as t h e  e x t e n t  of s u l f u r  removal from both 
run  of mine c o a l  and deashed c o a l .  The t rea tment  g a s e s  included pure n i t r o g e n  and 
two component mixtures  of  n i t r o g e n  and e i t h e r  hydrogen or oxygen. Coal i d e n t i f i e d  
as Sample I1 i n  T a b l e . 1  w a s  used f o r  t h i s  series. For each run  200 g. of coa l  was 
i n j e c t e d  i n t o  250 g .  of s i l i c a  sand f l u i d i z e d  wi th  t h e  a p p r o p r i a t e  t rea tment  gas  
a t  a s u p e r f i c i a l  v e l o c i t y  of  25 t o  50 cm./sec. As soon a s  t h e  c o a l  was added, the 
temperature  of t h e  f l u i d i z e d  bed i n  t h e  r e a c t o r  dropped 115-170°C. The temperature  
Of t h e  bed u s u a l l y  recovered  i n  10 t o  15 min. t o  somewhere near  i ts i n i t i a l  va lue  
and then remained c o n s t a n t  f o r  t h e  d u r a t i o n  of a run  except  f o r  t h e  runs  made with 
a n  oxygen b e a r i n g  gas  where t h e  temperature  cont inued t o  rise s lowly .  The runs  
l a s t e d  e i t h e r  60 o r  90 min. 
condensate  was determined,  and samples of  r e a c t o r  of f -gas  were drawn p e r i o d i c a l l y  
and analyzed w i t h  t h e  mass spec t rometer .  

For t h i s  series of runs  t h e  o v e r a l l  y i e l d  of l i q u i d  

The h e a t i n g  v a l u e  of t h e  f u e l  gas  por t ion  
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of t h e  off-gas  was es t imated  by summing t h e  heats o f  .combustion o f  t h e  i n d i v i d u a l  
components. However, f o r  runs employing hydrogen a s  t h e  t rea tment  gas ,  t h e  con- 
t r i b u t i o n  of  hydrogen t o  t h e  h e a t i n g  va lue  was excluded.  

The resul ts  o f  s e l e c t e d  runs  i n  t h i s  series of experiments  a r e  presented  i n  
Since t h e s e  runs were made a t  r e l a t i v e l y  h igh  temperatures  (370-4OO0C) Table 3 .  

and were of long d u r a t i o n ,  apprec iab le  amounts of v o l a t i l e  matter and s u l f u r  were 
removed from t h e  c o a l .  
t rea tment  gas ,  t h e  off-gas  contained small  b u t  s i g n i f i c a n t  amounts of  carbon mon- 
oxide  and methane, l e s s e r  amounts of hydrogen s u l f i d e ,  and t r a c e  amounts of e thane 
and propane. A s i g n i f i c a n t  amount of hydrogen was a l s o  found i n  t h e  off-gas  when 
pure  n i t rogen  w a s  fed t o  t h e  r e a c t o r .  For t h e  runs made with a n  oxygen bear ing  
t rea tment  gas ,  t h e  off-gas  contained s e v e r a l  percent  each of  oxygen, carbon d ioxide ,  
and carbon monoxide; s l i g h t l y  less hydrogen; a small  amount of methane; and t r a c e  
amounts of e thane and propane. I n  a d d i t i o n  t h e  off-gas  contained s m a l l  amounts of 
s u l f u r  d ioxide  and hydrogen s u l f i d e  wi th  t h e  former u s u a l l y  exceeding t h e  l a t te r .  
Traces  of carbonyl  s u l f i d e  were a l s o  observed i n  o x i d i z i n g  runs .  An o v e r a l l  material 
ba lance  made f o r  each of t h e  s e l e c t e d  runs accounted f o r  97.5-99.9% of a l l  t h e  
material e n t e r i n g  and l e a v i n g  t h e  system. 

When e i t h e r  n i t r o g e n  o r  hydrogen were employed as t h e  

Table  3 .  Resul t s  of s e l e c t e d  runs  i n  second s e r i e s .  

aTota l  S 
removed, 

% 

Run Coal T r t .  Temp., Gas v e l .  Time, W t .  l o s s ,  
No. type gas  "C cm./sec. min . % 

MSN-1 R.O.M. 100% N2 375 44 60 32.8 39 .1  
MSN-4 Deashed 100% N2 395 26 60 23.5 41.8 
MSH-1 R.O.M. 87% H2 395 48  60 29.8 44 .1  
MSH-3 Deashed 84% H 2  400  32 90 22.4 32.3 

MSO-8 Deashed 10% 02 370 26 90 30 .1  41.7 
MSO-7 R.O.M. 10% 02 375 34 90 37.4 48.7 

S p e c i f i c  s u l f u r  
c o n t e n t ,  l b .  S / 1 D 6  Btu ' N e t  f u e l  gas 

Run bLiq. y i e l d ,  Y i e l d ,  Heat. va lue ,  
No. l b . / l b .  c o a l  SCF/lb. c o a l  Btu/SCF Feed Char Char h Gas 

MSN-1 0 .14  2.04 522  7 .4  6.8 6 . 1  
MSN-4 0 .14  1 .49  524 4 . 9  3.5 3 . 3  
MSH-1  0.17 0.97 7 8 0  7 . 4  5.9 5 .5  
MSH-3 0.15 0 .96  912 4.9 4 . 1  3 .8  
MSO-7 0.10 13 .03  432  7.4 6.9 4 . 5  
MSO-8 0.12 7 . 2 9  379 4 .9  4.2 3.6 

aDetermined by Equation 1 

bCondensed t a r  and water  

CVolume of H p ,  C O ,  CH4, C2H6 and C3Hg i n  off-gas  a t  s tandard  c o n d i t i o n s  (OOC and 
1 atm.)  except  Runs M S H - 1  and MSH-3 where H2 is excluded.  

During each run,  t h e  t o t a l  q u a n t i t y  of s u l f u r  i n  t h e  of f -gas  w a s  also d e t e r -  
mined by absorp t ion  and o x i d a t i o n  of t h e  var ious  s u l f u r o u s  gases  i n  an a l k a l i n e  
s o l u t i o n  oE hydrogen peroxide,  and t h i s  q u a n t i t y  agreed reasonably w e l l  wi th  the  
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gas a n a l y s i s  made wi th  t h e  mass spec t rometer .  However, t h e  q u a n t i t y  of s u l f u r  
appearing a s  noncondensible  gaseous s p e c i e s  was only  40-80% of t h e  s u l f u r  l o s t  b y  
the c o a l .  
p a r t  of  t h e  s u l f u r  e x t r a c t e d  from t h e  c o a l .  

Hence, t h e  condensed c a r  and water  must have contained a n  a p p r e c i a b l e  

For t h e  runs  made wi th  hydrogen o r  n i t r o g e n ,  t h e  h e a t i n g  v a l u e  of t h e  coal- 
der ived  combust iable  components in t h e  of f -gas  was e q u i v a l e n t  t o  6-11% of the  h e a t -  
ing value of t h e  char ,  and f o r  t h e  runs  made wi th  a n  oxygen bear ing  gas ,  the  h e a t i n g  
va lue  of t h e s e  components w a s  equiva len t  t o  14-36% of  t h e  h e a t i n g  va lue  of the  
corresponding char .  
der ived  gas  w a s  s i g n i f i c a n t l y  l a r g e r  than  t h a t  of t h e  char  a lone .  c 

Consequently the  combined h e a t i n g  va lue  of t h e  char  and c o a l -  

The s p e c i f i c  s u l f u r  conten t  of bo th  t h e  product  c h a r  and t h e  char  and f u e l  gas  
combined w a s  es t imated  (Table 3 ) .  For t h i s  purpose i t  was assumed t h a t  t h e  off-gas  
could be completely d e s u l f u r i z e d .  The s p e c i f i c  s u l f u r  conten t  of t h e  c h a r  produced 
dur ing  each of t h e  s e l e c t e d  runs  w a s  s i g n i f i c a t l y  less than  t h a t  of  t h e  feed .  
Furthermore by lumping t h e  c h a r  and d e s u l f u r i z e d  off-gas  t o g e t h e r ,  the s p e c i f i c  
s u l f u r  conten t  of  t h e  combined products  would be even lower.  Thus f o r  t h e  condi t ions  
of Run MSO-7 the  s p e c i f i c  s u l f u r  conten t  of t h e  char  w a s  7% less than t h a t  of the 
run of mine coa l  and t h e  s p e c i f i c  s u l f u r  conten t  of t h e  c h a r  and d e s u l f u r i z e d  g a s  
toge ther  would be 39% less.  The r e s u l t s  of Run MSN-4 i n d i c a t e  t h e  p o s s i b i l i t y  f o r  
a 56% o v e r a l l  r e d u c t i o n  i n  t h e  s p e c i f i c  s u l f u r  conten t  of t h e  f u e l  by f i r s t  benef i -  
c i a t i n g  it and then apply ing  a mild p y r o l y s i s  t rea tment  a s  i n  t h i s  run.  

Rates  of Formation of  H7S and SO2 

s e r i e s  of runs  were es t imated  by ana lyz ing  t h e  time-varying composition of the  
r e a c t o r  off-gas  as determined by the  mass spec t rometer .  The r a t e  of formation o f  
hydrogen s u l f i d e  a s  a f u n c t i o n  of  t h e  conversion of c o a l  s u l f u r  i n t o  hydrogen 
s u l f i d e  and s u l f u r  d i o x i d e  is shown f o r  s e v e r a l  runs  made wi th  n i t r o g e n  in Figure  3 
and f o r  s e v e r a l  r u n s  made w i t h  hydrogen i n  F igure  4. Hydrogen s u l f i d e  w a s  the  
p r i n c i p a l  noncondensible  s u l f u r  compound i n  t h e  off-gas  dur ing  t h e s e  runs .  
both t rea tment  gases ,  t h e  rate of formation of  hydrogen s u l f i d e  increased  f i r s t ,  
subsequent ly  peaked, and then  decreased monotonical ly  wi th  i n c r e a s i n g  convers ion .  
The i n i t i a l  i n c r e a s e  i n  t h e  r a t e  w a s  probably due t o  t h e  rise i n  temperature  of 
t h e  c o a l  a f t e r  i t  w a s  f i r s t  placed i n  t h e  r e a c t o r ,  and t h e  l a t e r  decrease  i n  t h e  
r a t e  t o  t h e  d iminish ing  c o n c e n t r a t i o n  of s u l f u r  i n  t h e  c o a l .  A f t e r  i t  peaked, t h e  
r a t e  f o r  deashed c o a l  appeared t o  be  e s s e n t i a l l y  a l i n e a r  f u n c t i o n  of t h e  conversion 
which corresponds t o  a f i r s t  o r d e r  process .  Since t h e  s u l f u r  i n  deashed c o a l  w a s  
p r e s e n t  mainly as o r g a n i c  s u l f u r ,  t h i s  r e s u l t  i n d i c a t e s  t h a t  t h e  convers ion  of 
organic  s u l f u r  t o  hydrogen s u l f i d e  i s  an apparent  f i r s t  o r d e r  r e a c t i o n  wi th  r e s p e c t  
t o  t h e  s u l f u r  s p e c i e s  i n  c o a l  which is i n  agreement wi th  Yergey et. ( 9 ) .  On the  
o t h e r  hand, the  convers ion  of s u l f u r  i n  run of  mine c o a l  t o  hydrogen s u l f i d e  does 
not  appear t o  be a f i r s t  o r d e r  process  s i n c e  t h e  curves  f o r  t h i s  m a t e r i a l  i n  
F igures  3 and 4 a r e  n o n l i n e a r .  
of bo th  p y r i t i c  and organic  s u l f u r ,  the  nonl inear  behavior  could have been due t o  
t h e  s u p e r p o s i t i o n  of  r e a c t i o n s  involv ing  t h e  two s u l f u r  s p e c i e s .  
curves  represent ing  t h e  r a t e  of  format ion  of hydrogen s u l f i d e  were similar f o r  bo th  
hydrogen and n i t r o g e n , i t  i s  apparent  t h a t  f o r  t h e  same temperature  and type  of  coa l ,  
the  r a t e  was l a r g e r  when hydrogen w a s  used.  This  is only  n a t u r a l  s i n c e  t h e  r a t e  
should depend on t h e  hydrogen c o n c e n t r a t i o n ,  and when pure  n i t r o g e n  was f e d ,  any 
hydrogen had t o  come from t h e  decomposition of  t h e  c o a l  i t s e l f .  

The rates of  format ion  of hydrogen s u l f i d e  and s u l f u r  d ioxide  dur ing  t h e  second 

For 

because t h e  r u n  of mine c o a l  contained l a r g e  amounts 

Although t h e  

When a n  oxygen b e a r i n g  gas  was used f o r  t r e a t i n g  c o a l ,  s u l f u r  d ioxide  w a s  
u s u a l l y  the  major noncondensible  s u l f u r  compound i n  t h e  off-gas  b u t  s i g n i f i c a n t  
amounts of hydrogen s u l f i d e  were a l s o  p r e s e n t .  The r a t e  of  formation of  s u l f u r  
d ioxide  dur ing  s e v e r a l  runs  made wi th  an o x i d i z i n g  gas  i s  shown i n  F igure  5. 
each run two d i s t i n c t  peaks i n  t h e  s u l f u r  d ioxide  format ion  rate were observed.  
The f i r s t  peak might have been due t o  d e v o l a t i l i z a t i o n  and o x i d a t i o n  of v o l a t i l e  
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s u l f u r  compounds inc luding  hydrogen s u l f i d e .  Af te r  t h e  i n i t i a l  degass ing  
of c o a l  had subs ided ,  oxygen could p e n e t r a t e  the  c o a l  more r e a d i l y  and react wi th  
embedded p y r i t e s  l e a d i n g  to  t h e  second peak. Then as t h e  oxida t ion  r a t e  of  
p y r i t e s  became l i m i t e d  by t h e  d i f f u s i o n  of oxygen through an i n c r e a s i n g  l a y e r  .of 
r e a c t i o n  products  such a s  i r o n  oxide,  t h e  r a t e  subs ided .  The d i f f e r e n c e  i n  t h e  
behavior  of t h e  two types  of  c o a l  f u r t h e r  suppor ts  t h i s  theory .  Thus f o r  deashed 
c o a l  wi th  a r e l a t i v e l y  small  p y r i t e  c o n t e n t ,  the  second peak was much s m a l l e r  than 
f o r  r u n  of  mine c o a l .  

ANALYSIS AND CONCLUSIONS 

The r e s u l t s  of t h i s  s tudy  confirmed t h a t  i t  i s  p o s s i b l e  t o  remove s u b s t a n t i a l  
amounts of s u l f u r  from pulver ized  bi tuminous c o a l  i n  a f l u i d i z e d  bed r e a c t o r  
opera ted  a t  e leva ted  temperatures .  However, f o r  t h e  type of c o a l  used i n  t h i s  s tudy  
t h e  removal of s u l f u r  is  accompanied by a s u b s t a n d t i a l  l o s s  of v o l a t i l e  matter. 
Both t h e  degree of d e s u l f u r i z a t i o n  and e x t e n t  of d e v o l a t i l i z a t i o n  are s t r o n g l y  
inf luenced  by temperature .  The composi t ion of t h e  f l u i d i z i n g  gas  appears  t o  have 
more e f f e c t  on t h e  removal of  p y r i t i c  s u l f u r  than on t h e  removal of organic  s u l f u r  
and v o l a t i l e  mat te r  i n  t h e  240-4OO0C range of temperature .  Thus a n  oxygen bear ing  
gas  appears  more e f f e c t i v e  f o r  removing p y r i t i c  s u l f u r  than a hydrogen bear ing  
gas  and n i t r o g e n  i s  completely i n e f f e c t i v e .  On t h e  o t h e r  hand, the  removal of 
organic  s u l f u r  appears  due mainly t o  p y r o l y s i s  and d e v o l a t i l i z a t i o n  and i s  not  a 
s t r o n g  func t ion  of t h e  t rea tment  gas  composi t ion.  Since a s i g n i f i c a n t  p a r t  of  the  
c o a l  i s  v o l a t i l i z e d ,  the  recovery and u t i l i z a t i o n  of  t h e  v o l a t i l e  products  i s  
important .  

Although a number of i n d u s t r i a l  p rocess  a l t e r n a t i v e s  based on t h e  f l u i d i z e d  
bed method of  d e s u l f u r i z a t i o n  a r e  conce ivable ,  only two w i l l  be cons idered  h e r e .  
One a l t e r n a t i v e  involves  t r e a t i n g  pulver ized  c o a l  i n  a cont inuous f low system wi th  
a i r  o r  a i r  d i l u t e d  w i t h  recyc led  off-gas  t o  remove p y r i t i c  s u l f u r  and o r g a n i c  
s u l f u r .  This  approach is i n d i c a t e d  f o r  c o a l s  conta in ing  f i n e l y  disseminated 
p y r i t e s  which can n o t  be removed by p h y s i c a l  s e p a r a t i o n .  I t  is conceivable  t h a t  
s u f f i c i e n t  h e a t  would be generated through o x i d a t i o n  t o  s u s t a i n  t h e  process .  How- 
e v e r ,  t h e  off-gas  would be d i l u t e d  wi th  n i t r o g e n  and have a low h e a t i n g  v a l u e .  
Also t h e  s u l f u r  d ioxide  p r e s e n t  i n  low c o n c e n t r a t i o n  would be  d i f f i c u l t  t o  e x t r a c t .  
On t h e  o t h e r  hand, t h e  l i g h t  o i l  i n  t h e  off-gas  would be r e l a t i v e l y  easy t o  remove 
and t h e r e  would be no tar t o  contend wi th .  A second a l t e r n a t i v e  inv~olves  t r e a t i n g  
c o a l  i n  a flow system wi th  recyc led  off-gas  which has  been d e s u l f u r i z e d  and heated.  
This  approach is i n d i c a t e d  f o r  c o a l s  wi th  important  amounts of organic  s u l f u r  b u t  
l i t t l e  p y r i t i c  s u l f u r .  The of f -gas  would be r i c h  i n  hydrogen and methane and have 
a r e l a t i v e l y  high h e a t i n g  v a l u e .  Hydrogen s u l f i d e  p r e s e n t  i n  t h e  gas  would be 
r e l a t i v e l y  easy t o  remove, b u t  t h e  tar a l s o  p r e s e n t  would c r e a t e  more of a problem 
than t h e  l i g h t  o i l  produced under oxid iz ing  c o n d i t i o n s .  In t h e  c a s e  of e i t h e r  
a l f t e r n a t i v e ,  t h e  c l e a n  f u e l  gas would be u t i l i z e d  toge ther  wi th  t h e  char  product .  

While t h e  methods a p p l i e d  i n  t h i s  s tudy  d i d  n o t  reduce t h e  s u l f u r  c o n t e n t  of  
t h e  s e l e c t e d  coa l  t o  t h e  p o i n t  where t h e  product  would meet p r e s e n t  a i r  p o l l u t i o n  
c o n t r o l  s tandards ,  f u r t h e r  improvement i n  methodology is poss ib le .  From t h e  
publ ished r e s u l t s  of t h e r  workers ( 5 , 7 ) ,  i t  is l i k e l y  t h a t  e i t h e r  reducing  the  
p a r t i c l e  s i ze  o r  i n c r e a s i n g  t h e  temperature  would be b e n e f i c i a l ,  a l though increas-  
i n g  t h e  temperature  would remove more v o l a t i l e  matter a s  w e l l  as more s u l f u r .  
c o a l s  which i n i t i a l l y  c o n t a i n  l e s s  s u l f u r  o r  a r e  of  a h igher  rank than t h e  one 
s e l e c t e d  could p o s s i b l y  b e n e f i t  more from t h i s  type of  t rea tment .  

Also 
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CHEMICAL COMMINUTION: A PROCESS 
FOR LIBERATING THE MINERAL MATTER 

FROM COAL 

P h i l i p  H. Howard and Rabinder S.  Datta 

Syracuse Research Corporat ion 
Syracuse,  New York 13210 

In t roduct ion  

Convent ional  c o a l  p r e p a r a t i o n  c o n s i s t s  of mechanical s i z e  reduct ion ,  which 
results i n  l i b e r a t i o n  of t h e  p y r i t i c  s u l f u r  and o t h e r  minera l  mat te r ,  followed 
by a s e p a r a t i o n  s t e p ,  t h e  c o s t  of which i s  dependent upon t h e  s i z e  c o n s i s t  of 
t h e  crushed c o a l .  In g e n e r a l ,  a s  t h e  c o a l  s i z e  c o n s i s t  decreases ,  t h e  amount 
of l i b e r a t i o n  of minera l  matter and t h e  c o s t  of s e p a r a t i o n  i n c r e a s e .  Phys ica l  
coa l  c l e a n i n g  processes  are n o t  a b l e  t o  l i b e r a t e  organic  s u l f u r  and, t h e r e f o r e ,  
t h e  organic  s u l f u r  c o n c e n t r a t i o n  p l a c e s  an upper l i m i t  on t h e  amount of s u l f u r  
t h a t  can be removed. 

Chemical comminution provides  a unique way of c rush ing  c o a l  f o r  mineral  
mat te r  l i b e r a t i o n .  I n s t e a d  of  mechanical s i z e  reduct ion ,  t h e  c o a l  i s  t r e a t e d  
wi th  a chemical ( u s u a l l y  ammonia gas  o r  a concent ra ted  aqueous ammonia s o l u t i o n ) ,  
r e s u l t i n g  i n  s e l e c t i v e  breakage which appears  t o  occur  a long  t h e  bedding planes 
and along t h e  minera l  matter (e .g .  p y r i t e )  and maceral  boundaries .  Washabi l i ty  
comparisons of mechanical ly  crushed and chemical ly  comminuted c o a l  samples have 
i n d i c a t e d  t h a t ,  a t  a given s i z e  c o n s i s t ,  more l i b e r a t i o n  of p y r i t i c  s u l f u r  and 
comparable l i b e r a t i o n  of ash  i s  p o s s i b l e  wi th  chemical comminution. Figures  1, 
2 ,  and 3 provide  a t y p i c a l  comparison of mechanical and chemical breakage and 
l i b e r a t i o n .  The r e c o v e r i e s  noted i n  F igures  2 and 3 only apply t o  +lo0 mesh 
product  and,  t h e r e f o r e ,  t h e  -100 mesh weight  should be cons idered  when calcu- 
l a t i n g  r e c o v e r i e s  based upon feed.  I n  terms of  decreas ing  s i z e  c o n s i s t  (Figure l ) ,  
t h e  fol lowing o r d e r  is  found: 1 1/2" top s i z e  ROM > chemical ly  f r a c t u r e d  > 
3 / 8 " t o p  s i z e  mechanical ly  crushed > 14 mesh top  s i z e  mechanical ly  crushed.  
The same order  i s  found f o r  t h e  a s h  vs .  recovery curves  i n  F igure  2.  
trast, t h e  t o t a l  s u l f u r  v s .  recovery curves  (Figure 3) demonstrate  t h a t  chemical 
f r a c t u r e  (only 4.53% i s  '100 mesh) l i b e r a t e s  cons iderably  more p y r i t i c  s u l € u r  
than  mechanical c r u s h i n g  even t o  -14 mesh (21.9% is  < l o 0  mesh). S i m i l a r  r e s u l t s  
have been found wi th  Redstone, P i t t s b u r g h ,  and Upper Freepor t  seam c o a l s  (1,2) 
and with some Iowa c o a l s  ( 3 ) .  

I n  con- 

The f a c t  t h a t  chemical  comminution can  l i b e r a t e  more of t h e  p y r i t i c  s u l f u r  
without  gr inding  t o  s m a l l  s i z e s  has  cons iderable  economic b e n e f i t s .  
a t  t h i s  s t a g e  i n  t h e  development, i t  i s  d i f f i c u l t  to  estimate t h e  exac t  c o s t s  
of  a c o a l  p r e p a r a t i o n  f lowsheet  using chemical comminution as t h e  s i z e  reduc- 
t i o n  method, some pre l iminary  e s t i m a t e s  have been developed. The t o t a l  c a p i t a l  
and opera t ing  c o s t s  f o r  t h e  chemical t rea tment  a lone using ammonia vapor ,  under 
condi t ions  shown t o  b e  t e c h n i c a l l y  f e a s i b l e  i n  the  l a b o r a t o r y ,  vary from $1.00 

Although, 
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to $1.50 per ton of coal product. Using relatively inexpensive density separa- 
tion techniques, feasible because of the small amount of fines produced in the 
chemical fragmentation step, would bring the total cost for producing clean 
coal to between $2.50 - $3.00 per ton product. This is very competitive with 
other processes currently being considered for producing clean coal. It is 
envisaged that the chemically comminuted product after cleaning will contain 
BO-90% less pyritic sulfur and 50-60% less ash, and, in approximately 30-40% 
of the Northern Appalachian seam coals, will meet EPA new source emission 
standards. 

Because of the commercial significance of chemical comminution, the effect 
of different reaction conditions have been preliminarily studied to provide 
some insight into the mechanism of the phenomena. The available information 
is presented in the following sections and further information is being developed. 

Mineral Liberation 

Microscopic examination of chemically comminuted coal has been conducted 
by Greer ( 4 )  of Iowa State University using a scanning electron microscope. 
The results demonstrated that fragmentation due to chemical treatment was strongly 
controlled by maceral boundaries and other deposits within the material such 
as pyrite bands. 

The above result demonstrates the selective breakage that occurs with 
chemical comminution and explains why pyrite is liberated during chemical 
treatment without excessive size reduction. However, the difference between 
sulfur and ash liberation (Figure 2 and 3)  has not been determined. Further 
petrographic studies of this effect are anticipated. 

Effective Chemicals 

Although a number of chemicals have some comminution ability ( 5 ) ,  the chem- 
icals that appear to have the greatest effect are ammonia (gas and anhydrous 
and hydrous liquid) and methanol. These compounds fall in a class of chemicals 
containing a non-bonding pair of electrons (oxygen and nitrogen compounds) which 
has been shown t o  swell (6,7) and dissolve (7) coal at ambient temperatures. 
Although swelling studies have not heen conducted by us, it was determined that 
very little coal (<0.1%) was dissolved by either methanol or liquid anhydrous 
ammonia. 
coal by Bangham and Maggs (6) ,  may cause the fragmentation which occurs during 
chemical treatment. Other analogies between coal solvents and coal comminutants 
include: (1) a decrease in effect as the coal rank increases, and (2) a reduction 
in effect as the solvent is diluted with water. Other specific solvents mentioned 
as good coal solvents (7), such as 2-propylamine and pyridine, have been briefly 
examined. These chemicals do cause fragmentation but are not as effectively as 
ammonia. Since these chemicals are larger in molecular size, it is possible 
that molecular.size is an important parameter for chemical comminution, especially 
if penetration of the coal is a rate determining factor. 

The swelling effect, which has been observed with methanol 'treated 
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Effec t  of React ion Condit ions 

The f ragmenta t ion  caused by chemical t reatment  i s  a f f e c t e d  by such para- 
meters  as mois ture ,  p r e s s u r e ,  water  concent ra t ion  i n  t h e  chemical ,  s t a r t i n g  s i z e  
of the  c o a l ,  and precondi t ion ing  of t h e  c o a l  before  t rea tment .  These e f f e c t s ,  
us ing  I l l i n o i s  116 seam c o a l  as an example, are i l l u s t r a t e d  i n  F igures  4-7. 
I l l i n o i s  1/6 seam c o a l  is very s u s c e p t i b l e  t o  chemical  comminution and,  t h e r e f o r e ,  
t h e  r e s u l t s  with t h i s  c o a l  are not  n e c e s s a r i l y  r e p r e s e n t a t i v e  of o ther  c o a l s .  
F igure  4 demonstrates  t h e  importance of evacuat ing  t h e  r e a c t o r  b e f o r e  chemical 
t rea tment .  The c o n t r a s t  i n  t h e  e f f e c t  of evacuat ion between l i q u i d  and gaseous 
condi t ions  i s  q u i t e  apparent .  This e f f e c t  has  a l s o  been not iced  wi th  o t h e r  
c o a l s ,  a l though they have not  been a s  demonstrat ive.  For example, a l l  t h e  con- 
d i t i o n s  used i n  F i g u r e  4 would have no  e f f e c t  on a P i t t s b u r g h  seam c o a l  t h a t  
w a s  examined. 

Figure 5 i l l u s t r a t e s  t h e  e f f e c t  of p r e s s u r e  and water  conten t  and demon- 
s t r a t e s  t h a t  methanol is not  as e f f e c t i v e  a comminuting agent  as even a d i l u t e  
ammonia-water s o l u t i o n .  With gas  t rea tment ,  i t  appears  t h a t  a l i t t l e  moisture  
i n  the  c o a l  a i d s  f r a c t u r e .  A l so ,  when using gas ,  a change of p r e s s u r e  from 
90 p s i g  t o  120 p s i g  h a s  cons iderable  impact on t h e  amount of breakage.  Deter- 
minat ion of any t r e n d s  wi th  t h e  l i q u i d  systems i s  d i f f i c u l t  because t h e  p r e s s u r e  
was not  he ld  c o n s t a n t .  

A s  might be expec ted ,  t h e  i n i t i a l  s i z e  of t h e  c o a l  before  t rea tment  can 
e f f e c t  the  s i z e  of the t r e a t e d  product .  This  e f f e c t  is i l l u s t r a t e d  i n  F igure  6 .  

A s  noted previous ly  (Figure 4 ) ,  evacuat ion  before  t rea tment  appears  t o  have 
a cons iderable  e f f e c t ,  e s p e c i a l l y  wi th  gaseous t rea tment .  Evacuation a f t e r  
t reatment  a l s o  appears  t o  have an e f f e c t  (Figure 7 )  which may be  due t o  j u s t  
a d i f f e r e n c e  i n  r e a c t i o n  t i m e ,  s i n c e  r e a c t i o n  i n  t h e  evacuated sample should 
s t o p  r a p i d l y  whi le  t h e  unevacuated sample may cont inue  t o  r e a c t  even a f t e r  t h e  
pressure  i s  removed. 

Ef fec t  of Coal Type 

In g e n e r a l ,  t h e  chemical  f ragmentat ion of c o a l s  decreases  as t h e  c o a l  rank 
increases .  F igure  8 d e p i c t s  t h e  s i z e  c o n s i s t  of s i z e d  samples o f  Upper Freepor t  
(carbon 70.32%; a s h  18.16%) and I l l i n o i s  116 (carbon 70.01%; ash  12.52%) seam c o a l s  
which have been t r e a t e d  under comparable condi t ions .  I l l i n o i s  66 c o a l  is s l i g h t l y  
lower i n  rank  than Upper Freepor t  and cons iderably  more breakage occurs .  However, a. 
Pi t t sburgh  seam c o a l ,  which i s  lower i n  rank than the  Upper Freepor t ,  would n o t  
r e a c t  a t  a l l  i n  l i q u i d  anhydrous ammonia a t  atmospheric  p r e s s u r e  and, t h e r e f o r e ,  
t h e  c o r r e l a t i o n  does n o t  always hold. L igni te  and a n t h r a c i t e  samples have shown 
some s u s c e p t i b i l i t y  t o  chemical f r a c t u r e ,  bu t  no t  a s  much as bituminous c o a l s .  
This  s l i g h t  c o r r e l a t i o n  between rank and comminution may be f o r t u i t o u s  and due 
i n s t e a d  t o  d i f f e r e n c e s  i n  micro or  macro p o r o s i t y ,  maceral  c o n t e n t ,  c l e a t  system, 
swel l ing  a b i l i t y  (a), minera l  matter d i s t r i b u t i o n ,  or  perhaps o t h e r  f a c t o r s .  
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Chemical React ions 

Chemical r e a c t i o n s  between t h e  ammonia and c o a l  could have a n  adverse  
e f f e c t  on t h e  recovery of  t h e  ammonia and on t h e  amount of NO 
t h e  c o a l  is  combusted. Therefore ,  t h e  n i t r o g e n  conten t  of cog1 b e f o r e  and 
a f t e r  ammonia t reatment  was determined f o r  a v a r i e t y  of c o a l  seams. 
presented  i n  Table 1 vary  s l i g h t l y  f o r  d i f f e r e n t  c o a l s  and t h e  i n c r e a s e  i n  
n i t r o g e n  appears t o  be i n  c o r r e l a t i o n  wi th  a decrease  i n  rank. No i n c r e a s e  appears  
t o  t a k e  p lace  wi th  Upper Freepor t  seam c o a l ,  a s l i g h t  increase  (6%) wi th  
P i t t s b u r g h  seam c o a l ,  and approximately a 20% i n c r e a s e  wi th  I l l i n o i s  116 seam 
c o a l  when t h e  sample i s  a i r  d r ied .  However, some of t h e  n i t r o g e n  can be re- 
moved by hot water washing. I n  g e n e r a l ,  t h e  +8 mesh p a r t i c l e s  show a lower in-  
crease i n  n i t rogen  than t h e  o t h e r  s i z e s .  The n a t u r e  of  t h e  chemical r e a c t i o n  t h a t  
may be tak ing  p lace  i s  unknown, b u t  t h e r e  a r e  f u n c t i o n a l  groups (e .g .  e s t e r s )  i n  
c o a l  t h a t  could form n i t r o g e n  compounds. With I l l i n o i s  16 seam c o a l ,  the  l o s s  of 
ammonia would s t i l l  be smal l  (4.4 l b s  ammonia p e r  ton of t r e a t e d  c o a l  when a hot  
water wash is used) and i t  i s  unknown whether NO emissions would change. 

emi t ted  when 

The r e s u l t s  

From t h e  above r e s u l t s ,  i t  can be seen t h a t  considerably more informat ion  
i s  necessary before  t h e  mechanism of chemical comminution i s  understood.  S tudies  
d i r e c t e d  a t  a b e t t e r  understanding of t h e  phenomena and the  e f f e c t  i t  has  on 
t h e  chemically t r e a t e d  c o a l  are p r e s e n t l y  underway. 
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Figlire 4. Effect of Preevocuation on Chemical Comminution of Illinois 
No. 6 Coal 

Figure 5. Effect of Reaction Pressure and Water Content in the Coal or 
Comminuting Agent on Fragmentation of 314" x 114" Samples of 

Illinois No. 6 Coal 
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Figure  6 .  E i feLt  of S t a r t i n g  S i z e  on Chemical Comminution of  l l l i n o i s  
No. 6 Seam Coal 

I , , I , l l l i l  , 1 , , , , a  

10 100 1wO 
0.1 

Tun. (Hinunil 

Figure  7 .  E f f e c t  of Evacuation A f t e r  Chemical Treatment of I l l i n o i s  
No. 6 Seam Coal 
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Figure 8. Size Consist of Illinois No. 6 and Upper Freeport Seam Coals 
( 3 / 4 "  x 1 / 4 "  starting material) After Chemical Treatment 
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A P P L I C A B I L I T Y  OF THE MEYEHS PROCESS FOR DESULFURIZATION 
OF U.S. C O A L  ( A  SURVEY OF 35 C O A L S )  

J .  W .  Hamersma, M. L .  K r a f t  and R .  A .  Meyers 

TRW Sys tems and Energy 
Redondo Beach, CA 90278 

I .  INTRODUCTION 

The Pleyers P rocess  ( 1 , 2 )  is a new chemica l  l e a c h i n g  
p r o c e s s  which w i l l  a l l o w  many c o a l - f i r e d  power p l a n t s  and 
i n d u s t r i a l  s o u r c e s  t o  meet F e d e r a l  and S t a t e  s u l f u r  o x i d e  
emis s ion  s t a n d a r d s  w i t h o u t  t h e  use  of f l u e  g a s  c l e a n i n g .  T h i s  
p r o c e s s  u t i l i z e s  a r e g e n e r a b l e  aqueous  f e r r i c  s u l f a t e  l e a c h i n g  
u n i t  t o  c h e m i c a l l y  c o n v e r t  and remove t h e  p y r i t i c  s u l f u r  
c o n t e n t  o f  t h e  c o a l  a s  e l e m e n t a l  s u l f u r  and i r o n  s u l f a t e .  
Although o n l y  p y r i t i c  s u l f u r  i s  r e m o v e d  ( o r g a n i c  s u l f u r  
r e m a i n s ) ,  t h e  Meyers P rocess  h a s  w i d e  a p p l i c a b i l i t y  f o r  
c o n v e r t i n g  U.S. c o a l  r e s e r v e s  t o  a s u l f u r  l e v e l  c o n s i s t e n t  w i t h  
p r e s e n t  and proposed government a 1 s u 1 f u r o x i d e em i s s i o n 
s t a n d a r d s .  

T h i r t y - f i v e  mines from t h e  m a j o r  c o a l  b a s i n s  w e r e  
i n v e s t i g a t e d  i n  t h i s  s t u d y .  Because o f  t h e  r e l a t i v e l y  h i g h  
p y r i t i c  s u l f u r  and low o r g a n i c  s u l f u r  c o n t e n t s ,  and h i g h  
p roduc t ion  ( 7 0  p e r c e n t  o f  c u r r e n t  U.S. o u t p u t )  of Appa lach ian  
c o a l s ,  t h e  Meyers P r o c e s s  a p p e a r s  t o  have major impact  i n  t h i s  
a r e a .  

I n  t h e  Meyers P r o c e s s ,  aqueous f e r r i c  s u l f a t e  i s  used a t  
9O-13O0C t o  s e l e c t i v e l y  o x i d i z e  t h e  p y r i t i c  s u l f u r  c o n t e n t  o f  
c o a l  t o  y i e l d  i r o n  s u l f a t e  and f r e e  e l e m e n t a l  s u l f u r  a s  shown 
i n  Equat ion  1 .  The i r o n  s u l f a t e  d i s s o l v e s  i n  s o l u t i o n  w h i l e  
t h e  f r e e  s u l f u r  is removed from t h e  c o a l  m a t r i x  e i t h e r  by 
v a p o r i z a t i o n  or  s o l v e n t  e x t r a c t i o n .  T h e  l e a c h i n g  ( o x i d i z i n g )  
a g e n t  i s  then  r e g e n e r a t e d  a t  a s i m i l a r  t e m p e r a t u r e  u s i n g  oxygen 
o r  a i r  and r e c y c l e d ,  w h i l e  p roduc t  i r o n  s u l f a t e s  a r e  removed by 
l i m i n g  and /o r  c r y s t a l l i z a t i o n .  

4 .6  Fe2(S04)3  + 4 . 8  H20 + FeS2 - 1) 

10.2  FeS04 + 4.8 ~ 2 ~ 0 4  + 0.8s 

The d e t a i l e d  c h e m i s t r y ,  l e a c h i n g  c o n d i t i o n s ,  r e a c t i o n  
k i n e t i c s ,  p r o c e s s  e n g i n e e r i n g ,  and c o s t  e s t i m a t e s  have  been  
pub l i shed  ( 3 , 7 )  and a r e a c t o r  t e s t i n g u n i t  is b e i n g  b u i l t .  

This  paper  p r e s e n t s  e x p e r i m e n t a l  r e s u l t s  and d i s c u s s i o n  
f o r :  a )  p y r i t i c  s u l f u r  removal from c o a l ,  b) p y r i t i c  s u l f u r  
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p a r t i t i o n  by  f l o a t - s i n k  s e p a r a t i o n  from t h e  same c o a l s ,  c )  t h e  
e f f e c t  o f  t h e  Meyers P r o c e s s  on t h e  t r a c e  e lement  c o n t e n t  o f  
t h e  t r e a t e d  c o a l s  and d )  a p p l i c a b i l i t y  of  t h e  Meyers P rocess  
f o r  meet ing  a i r  p o l l u t i o n  c o n t r o l  s t a n d a r d s .  T h i s  work was 
performed u n d e r  c o n t r a c t  t o  t h e  Envi ronmenta l  P r o t e c t i o n  Agency 
( 8 , 9 ) .  

11. SULFUR R E D U C T I O N  

A summary o f  t h e  s u l f u r  a n a l y s e s  o f  t h e  run-of-mine c o a l s  
u t i l i z e d  i n  t h i s  s t u d y  is shown i n  F i g u r e  1 .  The o r g a n i c  a n d  
p y r i t i c  s u l f u r  c o n t e n t s  a r e  p l o t t e d  a l o n g  t h e  x and y a x i s  
wh i l e  t h e  sum of t h e s e  v a l u e s  f o r  a g i v e n  c o a l  can be r ead  from 
t h e  d i a g o n a l  l i n e s .  The ave rage  c o a l  f o r  t h i s  su rvey  c o n t a i n e d  
2.02% p y r i t i c  s u l f u r  and 3.05% t o t a l  s u l f u r  which co r re sponds  
t o  t h e  U.S. Bureau o f  Mines ave rage  f o r  325 raw c o a l s  ( l o ) ,  
i n d i c a t i n g  t h a t  t h e  s u r v e y e d  c o a l s  a r e  r e a s o n a b l y  
r e p r e s e n t a t i v e  of t h e  s u l f u r  d i s t r i b u t i o n  i n  U.S. c o a l .  

The r e s u l t s  t o  d a t e  f o r  chemica l  removal o f  p y r i t i c  s u l f u r  
(100-150 micron t o p - s i z e  c o a l )  and t h e  o p t i m a l  r e s u l t s  f o r  
c o n v e n t i o n a l  c o a l  washing (based  on t h e  1 . 4  m m ,  1 .90  f l o a t  
f r a c t i o n  o f  a f l o a t - s i n k  a n a l y s i s )  a r e  shown i n  Table  1 and i n  
g r a p h i c a l  form i n  F i g u r e  2. The t a b l e  d e s c r i b e s  t h e  r e s u l t s  
o b t a i n e d  on c o a l s  which c o n t a i n e d  s u f f i c i e n t  p y r i t i c  s u l f u r  f o r  
a c c u r a t e  s u l f u r  removal d e t e r m i n a t i o n  ( i . e . ,  >0.25% w / w ) .  
Three o f  t h e  mines s a m p l e d  w e r e  b e l o w  t h i s  l i m i t  a n d ,  
t h e r e f o r e ,  do not  appea r  i n  t h e  t a b l e .  Ac tua l  t o t a l  s u l f u r  
v a l u e s  b e f o r e  and a f t e r  chemica l  removal a r e  shown i n  Columns 4 
and 5.  These may be compared w i t h  Column 6 ,  which shows s u l f u r  
v a l u e s  which can be  o b t a i n e d  w i t h  f u l l  p r o c e s s  o p t i m i z a t i o n .  
Th i s  l a t t e r  v a l u e  was c a l c u l a t e d  by add ing  t h e  r e s i d u a l  p y r i t i c  
s u l f u r  and s u l f a t e  c o n t e n t s  o f  t h e  c o a l  t o  t h e  i n i t i a l  o r g a n i c  
sulfur v a l u e  a f t e r  c o r r e c t i o n  f o r  any c o n c e n t r a t i o n  e f f e c t s  
d u e  t o  a sh  removal .  I n  t h e  s u r v e y  program, comple te  removal o f  
r e s i d u a l  e l e m e n t a l  s u l f u r  and s u l f a t e  was no t  a lways  o b t a i n e d  
s i n c e  c o n d i t i o n s  were s t a n d a r d i z e d  b u t  no t  op t imized  f o r  each  
i n d i v i d u a l  c o a l .  T h u s ,  f o r  example ,  a l t h o u g h  96 p e r c e n t  p y r i t e  
conve r s ion  was o b t a i n e d  f o r  t h e  B i rd  No. 3 c o a l ,  t h e  t o t a l  
s u l f u r  was r educed  t o  0.80 p e r c e n t ,  n o t  t h e  t h e o r e t i c a l  0.45 
p e r c e n t  d u e  t o  t h e s e  e f f e c t s .  These  p r o c e s s i n g  problems have 
now been r e s o l v e d  a s  p a r t  of o t h e r  p r o j e c t s  ( 3 . 9 )  and t h e  
v a l u e s  shown i n  Column 6 can  be c o n s i d e r e d  t o  r e p r e s e n t  t h e  
true p o t e n t i a l  o f  t h e  p r o c e s s .  Because of t h e  widespread  
a p p l i c a t i o n  o f  p h y s i c a l  c l e a n i n g  t e c h n i q u e s  f o r  removal o f  
non-combust ib le  rock  (which i n c l u d e s  v a r y i n g  amounts of p y r i t e ,  
a long  w i t h  some c a r b o n )  from c o a l ,  f l o a t - s i n k  f r a c t i o n a t i o n  was 
Performed i n  o r d e r  t o  d e f i n e  t h e  r e l a t i v e  u t i l i t y  of washing 
and chemica l  d e s u l f u r i z a t i o n  f o r  each  c o a l .  The r e s u l t s  a r e  
shown i n  Column 9 and a l s o  i n  F i g u r e  2.  

The s u l f u r  r e d u c t i o n  p o t e n t i a l  o f  t h e  Meyers P rocess  was 
found t o  be h i g h l y  a t t r a c t i v e  and i n  p a r t i c u l a r  i t  was found 
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Figure 1. S u l i i l r  Forms o f  Sampled U.S. Coals 
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Table 1 .  Summary of Pyritic Sulfur Removal Results 
(100-150 micron top-size coal) 
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SULFUR, 7. 

Figure 2. Sulfur Content of Survey Run-of-Mine Coals(Curve 
a), the Same Coals Physically CleanedcCurve c )  
and Chemically Desulfurized(Curve b) 
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t h a t :  a )  t h e  Meyers  P r o c e s s ,  a t  i t s  c u r r e n t  s t a t e  o f  
deve lopment ,  removed 83 t o  99  p e r c e n t  of t h e  p y r i t i c  s u l f u r  
c o n t e n t  o f  t h e  32 c o a l s  s t u d i e d ,  r e s u l t i n g  i n  t o t a l  s u l f u r  
c o n t e n t  r e d u c t i o n s  o f  25 t o  80 p e r c e n t ,  b )  t w e l v e  (38 p e r c e n t )  
of t h e  c o a l s  were r educed  i n  s u l f u r  c o n t e n t  t o  t h e  0 . 6  t o  0.8 
p e r c e n t  s u l f u r  l e v e l s  g e n e r a l l y  c o n s i s t e n t  w i t h  t h e  New Source 
Per formance  S t a n d a r d s  and many s t a t e  s t a n d a r d s ,  c )  i n  a l l  
c a s e s ,  t h e  Meyers P r o c e s s  removed s i g n i f i c a n t  t o  v e r y  l a r g e  
i n c r e m e n t s  o f  s u l f u r  o v e r  t h a t  s e p a r a b l e  by p h y s i c a l  c l e a n i n g ,  
and d )  i n  two c a s e s ,  t h e  North R i v e r  and Math ie s  m i n e s ,  c o a l  
c l e a n i n g  a c t u a l l y  r e s u l t e d  i n  a s u l f u r  c o n t e n t  i n c r e a s e  i n  t h e  
f l o a t  p r o d u c t .  

111. RATE OF P Y R I T I C  SULFUR REMOVAL 

The removal  o f  p y r i t i c  s u l f u r  was measured a s  a f u n c t i o n  
o f  t ime a t  100°C fo r  18 Appalachian  and 3 E a s t e r n  I n t e r i o r  
r e g i o n  c o a l s .  The r e s u l t s  a r e  d i s p l a y e d  i n  T a b l e  2 ,  which 
shows t h e  r a n g e  of r a t e s  t h a t  were o b s e r v e d .  I t  was assumed 
t h a t  t h e  e m p i r i c a l  k i n e t i c  r a t e  e x p r e s s i o n  (3) which was 
developed  p r e v i o u s l y  f o r  t h i s  p r o c e s s  i s  a p p l i c a b l e  t o  a l l  
c o a l s  i n  t h e  s u r v e y .  The k i n e t i c  e q u a t i o n  can  b e  s i m p l i f i e d  by 
h o l d i n g  t h e  r e a g e n t  c o n c e n t r a t i o n  r e l a t i v e l y  c o n s t a n t ,  a s  was 
t h e  c a s e  i n  t h i s  s t u d y ,  t o  y i e l d  E q u a t i o n  2.  

-d[Wp]/(dt)  = koWp2 I r a t e  of p y r i t e  removal 2 )  

where 

blp = w e i g h t  p e r c e n t  p y r i t e  i n  t h e  c o a l ,  and 

ko = f u n c t i o n  of t e m p e r a t u r e ,  r e a g e n t  c o n c e n t r a t i o n ,  
coal  t y p e ,  and p a r t i c l e  s i z e .  

By i n t e g r a t i n g  Equa t ion  2 ,  t h e  f r a c t i o n  of p y r i t e  removed as a 
f u n c t i o n  o f  time i s  shown i n  Equa t ion  3. 

where 

F = f r a c t i o n  o f  p y r i t e  removed, 

Wpo 

tF 

= i n i t i a l  p y r i t e  c o n c e n t r a t i o n ,  and 
= time t o  removal  a t  f r a c t i o n  F. 

The i n i t i a l  w e i g h t  p e r c e n t  o f  p y r i t i c  s u l f u r  Spo may be 
s u b s t i t u t e d  f o r  Wpo and Equa t ion  3 r e a r r a n g e d  t o  Equa t ion  4 .  
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l / ( S p o t F )  CL k = a c t u a l  r a t e  c o n s t a n t  4) 

Thus ,  a s suming  8 0  p e r c e n t  removal a s  a p o i n t  o f  compar i son ,  t h e  
v a l u e s  of  1/Spot80% shown i n  Column 6 of T a b l e  2 a r e  i n d i c a t i v e  
o f  t h e  r e a c t i v i t i e s  o f  t h e  p y r i t e  c o n t a i n e d  i n  t h e  c o a l s  t h a t  
were s t u d i e d .  A l a r g e  a m o u n t  o f  e x p e r i m e n t a t i o n  a n d  
e n g i n e e r i n g  h a s  been performed u s i n g  r a t e  d a t a  o b t a i n e d  f o r  
Mart inka ( 3 )  c o a l ;  t h e r e f o r e ,  t h e  Mar t inka  c o a l  Spotgo% h a s  
been s e t  e q u a l  t o  1 f o r  a b a s i s  of comparison ( a s  shown i n  
Column 7 ) .  

I t  can  be e a s i l y  seen f rom T a b l e  2 t h a t  t h e r e  i s  a wide 
band o f  r a t e  c o n s t a n t s  r a t h e r  e v e n l y  s p r e a d  o v e r  a f a c t o r  of 
a p p r o x i m a t e l y  30. The Kopperston No. 2 and H a r r i s  Nos. 1 and 
2 c o a l s  r e a c t  more r a p i d l y  t h a n  t h e  slowest c o a l s  (Dean and 
Muskingum) by a f a c t o r  o f  abou t  30. Thus ,  it is a p p a r e n t  t h a t  
r e a l  and s i g n i f i c a n t  r a t e  d i f f e r e n c e s  do e x i s t  between p y r i t e  
i n  v a r i o u s  c o a l s .  C h a r a c t e r i s t i c s  o f  c o a l  such  a s  po re  
s t r u c t u r e ,  s i z e  and s h a p e  d i s t r i b u t i o n  o f  p y r i t e ,  e t c . ,  may be 
t h e  p r imary  f a c t o r s  a f f e c t i n g  t h e  r a t e  c o n s t a n t  as r e f l e c t e d  i n  
t h e  obse rved  band o f  v a l u e s  found f o r  t h e  r a t e s  g i v e n  i n  Tab le  
2.  

I V .  T R A C E  ELEMENT REMOVALS 

Because b o t h  chemica l  l e a c h i n g  and p h y s i c a l  c l e a n i n g  
p r o c e s s e s  have t h e  a b i l i t y  t o  remove p o t e n t i a l l y  ha rmfu l  t r a c e  
elements from c o a l  e i t h e r  by l e a c h i n g  or p h y s i c a l  p a r t i t i o n i n g ,  
50 c o a l  s amples  have been ana lyzed  i n  d u p l i c a t e  or t r i p l i c a t e  
t o  d e t e r m i n e  t h e  e x t e n t  of t h e  r emova l ,  i f  any ,  f o r  18 e l e m e n t s  
o f  i n t e r e s t  t o  t h e  Env i ronmen ta l  P r o t e c t i o n  Agency. The 
samples  i n c l u d e d  20 a s  r e c e i v e d ,  20 c h e m i c a l l y  l e a c h e d  and 10 
f l o a t - s i n k  t r e a t e d  c o a l  s amples .  The r e s u l t s  a r e  shown fo r  12 
elements i n  F i g u r e  3 i n  c u m u l a t i v e  f a s h i o n .  S i x  e l e m e n t s ,  8, 
Be, H g ,  S b ,  S e ,  and Sn y i e l d e d  n e g a t i v e  or  i n c o n c l u s i v e  r e s u l t s  
due t o  low l e v e l s  o r  a n a l y s i s  d i f f i c u l t i e s  and t h u s  a r e  n o t  
p l o t t e d .  Although t h e  r e s u l t s  v a r i e d  g r e a t l y  from c o a l  t o  c o a l  
i n  r e s p e c t  t o  t h e  e l e m e n t s  e x t r a c t e d  and t h e  d e g r e e  o f  
e x t r a c t i o n ,  some g e n e r a l  c o n c l u s i o n s  can  be r eached .  

0 A s ,  Cd, Mn, N i ,  Pb, and Zn a r e  removed t o  a s i g n i f i c a n t l y  

0 F and L i  a r e  p a r t i t i o n e d  t o  a g r e a t e r  ex t en t  by p h y s i c a l  

0 Ag and Cu a r e  removed w i t h  a s l i g h t  p r e f e r e n c e  f o r  

g r e a t e r  e x t e n t  by t h e  Meyers P r o c e s s ,  

s e p a r a t i o n  p r o c e d u r e s ,  

f l o a t - s i n k  s e p a r a t i o n ,  and 

C r  and V a i e  removed fo r  b o t h  p r o c e s s e s  w i t h  e q u a l  success. 0 
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The e f f e c t i v e  removal o f  As,  Cd, C r ,  N i ,  Pb, and Z n  from 
t h e  c o a l  by t h e  Meyers P r o c e s s  is e s p e c i a l l y  no tewor thy  as 
t h e s e  compounds a r e  c o n c e n t r a t e d  ( a l o n g  w i t h  S e )  i n  t h e  f i n e  
p a r t i c u l a t e s  e m i t t e d  from c o a l - f i r e d  power p l a n t s .  T h i s  f i n e  
p a r t i c u l a t e  m a t t e r  h a s  been demons t r a t ed  t o  p a s s  th rough  
c o n v e n t i o n a l  f l y - a s h  c o n t r o l  d e v i c e s .  
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A PROCESS DEVELOPMENT PLANT FOR TESTING OF THE 
MEYERS PROCESS 

L.J. Van Nice, E.P.  Koutsoukos, R.A. Orsini and R.A. Meyers 

TRW System and Energy 
Redondo Beach, CA 90278 

I .  INTRODUCTION 

Low organic su l fur  coal can be desulfurized prior t o  combustion us ing  
the Meyers Process(] $2) t o  meet governmental requirements fo r  su l fur  oxide 
m i s s  ions. 

The process removes up  t o  80 percent of the total  su l fur  content of 
coal through chemical leaching of 90 t o  95 percent of the pyr i t ic  su l fur  
contained i n  t he  coal matrix w i t h  aqueous f e r r i c  su l fa te  solution a t  
temperatures of 90" to  130°C. The f e r r i c  su l f a t e  content of the  leach 
solution i s  regenerated a t  similar temperatures using a i r  o r  oxygen, and 
elemental su l fu r  and iron su l fa tes  are recovered as reaction products o r  
alternatively gypsum can replace a portion of t he  iron su l fa tes  as a 
product. The physical form of the coal remains unchanged; only pyrite and 
some inorganic materials a re  removed. 

The Environmental Protection Agency estimates tha t  90 x 10 tons 
(82 x lo9 metric tons) of coal reserves i n  the U.S. Appalachian Coal Basin 
can be reduced i n  su l fur  content by the Meyers Process t o  levels which will 
meet New Source Performance Standards. Successful bench-scale testing(3.4) 
and romising engineering analyses(3.5-7) together with applicabili ty test- 
ing(E.91, have led the Environmental Protection Agency t o  sponsor the con- 
struction and operation of a test plant. 

described below. 

11. 

9 

Process chemistry, and t e s t  plant design and operation will be 

PROCESS CHEMISTRY, KINETICS AND SCHEME 

The process is based on the oxidation of coal pyrite with f e r r i c  sul- 
fate solution (Equation 1 ) .  The leaching reaction i s  highly se lec t ive  t o  
pyrite w i t h  60 percent of the pyr i t ic  su l fur  converted t o  su l fa te  su l fur  
and 40 percent t o  elemental su l fur .  The reduced f e r r i c  ion is regenerated 
by oxygen or  a i r  according to Equations 2 o r  3.  

FeS2 + 4.6 Fe2(S04)3 + 4.8 H20 + 10.2 FeSOq + 4.8 H2S04 + 0.85 1) 

2.4 O2 + 9.6 FeS04 + 4.8 H2S04 + 4.8 Fe2(S04)3 + 4.8 H20 2)  

2.3 O2 + 9.2 FeS04 + 4.6 H2S04 + 4.6 Fe2(S04)3 + 4.6 H20 3) 
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Regeneration--can be performed ei ther  concurrently with coal pyrite leaching 
in a single operation or separately. The net effect  of the process i s  the 
oxidation of pyri te  #ith.oxygen t o  y ie ld  recoverable iron, su l f a t e  sulfur, 
and elemental sulfur.  The form of process products varies t o  some extent 
with the degree of regeneration performed. 
t o  the overall process chemistry indicated by Equation 4 with the products 
being a mixture of iron sulfates and elemental sulfur.  Equations 1 and 3 
yie ld  ferrous su l f a t e ,  sulfur ic  acid,  and elemental sulfur as indicated by 
Equation 5.  

Thus, Equations 1 and 2 lead 

FeS2 + 2.4 O2 + 0.6 FeS04 + 0.2 Fe2(S04)3 + 0.85 41 

FeS2 + 2.3 O2 + 0.2 H20 + FeS04 + 0.2 H2S04 + 0.85 5) 

Several options ex i s t  in product recovery. 
as pure sol ids  by stepwise evaporation of a spent reagent slipstream w i t h  
ferrous sulfate  being recovered f i r s t  because of i t s  lower solubi l i ty .  
Alternately, ferrous su l f a t e  may be recovered by crystal l izat ion and f e r r i c  
sulfate  or  sulfur ic  acid removed by liming spent reagent or spent wash 
water slipstreams. 
easi ly  be converted t o  highly insoluble basic iron sulfates  (by a i r  oxida- 
t ion)  or calcium sulfate  (by low-temperature sol id  phase reaction) fo r  
disposal. Elemental sulfur  may be recovered from coal by vaporization with 
steam or by vacuum or i t  can be leached out with organic solvents such as 
toluene. Product marketability and product recovery economics will d i c t a t e  
the choice. Recovery economics may be influenced by quantity and concen- 
t ra t ion of product i n  the process eff luent  streams which in t u r n  are  
influenced by the pyrite concentration i n  the coal and the desired extent 
of desulfurization. 

I ron sulfates  may be recovered 

Iron sulfates  my be stored as such for s a l e  or  may 

The process has been extensively studied a t  bench-scale. Parameters 
investigated included coal top-size, reagent composition, s lurry concentra- 
t i on ,  reaction temperature and pressure, and reaction time. 
investigations completed or underway include concurrent coal leaching-re- 
agent regeneration, product recovery, product s t a b i l i t y ,  and the e f f ec t  of 
coal physical cleaning on process performance and economics. The process 
scheme depicted in Figure 1 is based on the bench-scale tes t ing.  Coal i s  
a )  crushed t o  the desired s i ze  fo r  processing, b) contacted with ho t  re- 
cycled reagent i n  the Mixer (SO-100°C), c)  leached of pyrite in the 
Reactor(s) with simultaneous or separate reagent regeneration, d )  washed 
with h o t  water, and e )  stripped of elemental sulfur ,  dried and f ina l ly  
cooled. 
s t r e a m  prior t o  reagent recycle. Figure 2 shows typical d a t a  on pyri te  
removal rates from Appalachian coal as a function of temperature. 
of 10-20 percent of the pyri te  is obtained during s lurry mixing and heat-up. 

Additional 

The iron and sulfate  sulfur  are  recovered from spent reagent s l i p -  

Removal 
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Bench-scale data indicated tha t  the pyrite leaching r a t e  from coal can 
be adequately represented by the empirical r a t e  expression (Equation 6 ) .  

where 

KL = AL exp (-EL/RT),  

W p  
Y 
AL and EL a re  constants for  each coal and par t ic le  s i z e  a t  l ea s t  

over most of the reaction range. 

= w t  percent pyr i te  in  coal, 

= f e r r i c  ion-to-total iron r a t i o  i n  the reactor reagent, and 

The leach r a t e  i s  a function of coal type. Pyrite extraction rates vary 
considerably as detailed i n  a study of the Meyers Process as applied to  
U.S.  coals(9) - e.g., there was more than one order of magnitude d i f fe r -  
ence between the f a s t e s t  and slowest reacting coal i n  at taining 75 percent 
pyrite removal a t  100°C. The reagent regeneration r a t e  is governed by the  
ra te  expression (Equation 7 ) .  

‘ R = - - =  dFet2 d t  K P (Fe“)’ 
O2 

7)  

where 

KR = AR exp ( - E R / R T ) ,  

P = oxygen partial  pressure, 

Fe” = ferrous ion concentration i n  the reagent solution, and 
AR and ER a re  constants. 

Engineering evaluation o f  available data shows tha t  i t  is preferable 
t o  process f ine  coal ( <  2mm top-size) under simultaneous leaching-regener- 
ation conditions i n  the temperature range of 110-130°C until  the majority 
of the pyrite i s  leached out.  Ambient pressure processing (approximately 
100DC) is indicated fo r  the removal of the  l a s t  few tenths percent of 
pyrite since the  low Wp value substantially reduces the  r a t e  of f e r r i c  ion 
consumption and, therefore,  the need fo r  simultaneous reagent regeneration. 
Ambient pressure processing appears t o  be indicated a l so  fo r  coarse coal 
(e.g., 10 millimeter top-size) for  several reasons. 
continuously feed a non-slurryable coal into and remove i t  from a pressure 
vessel. 
coal and pump i t  into a small pressure vessel for regeneration. Also the 

O2 

I t  i s  d i f f i cu l t  t o  

I t  is much eas ie r  and less  costly t o  drain leach solution from the  
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slower reaction rate with coarse coal would require much longer residence 
times and unreasonably large total  volume f o r  the pressure vessels. These 
engineering evaluations were par t  of the data used t o  design the t e s t  plant. 

111. TEST PLANT DESIGN AND OPERATION 

being bu i l t ,  under the sponsorship of Environmental Protection Agency a t  
TRW's Capistrano Test S i t e .  A p l a n t  flow diagram is shown i n  Figure 3. 
The f a c i l i t y  w i l l  be capable of on-line evaluation of the following c r i t i c a l  
process operations: 

0 Pressure leaching of py r i t i c  sulfur  from 150 micron t o  2 mn top- 
s i z e  coal a t  pressures up t o  100 psig, 

0 Regeneration of f e r r i c  su l f a t e  both separately,  f o r  processing larger 
top-size coal or low pyrite coal, and in a s ingle  vessel with the leach- 
i n g  step fo r  processing of suspendable coal,  

0 Fi l t r a t ion  of leach solution from reacted coal, 

0 Washing of residual iron sulfate  from the coal. 

drying unit operations will  be evaluated in an  off- l ine mode i n  eauioment 
vendor pi lot  uni ts .  Leaching of 10 nun top-size coal can be evaluated i n  
an off-l ine mode i n  an atmospheric pressure vessel instal led i n  the t e s t  
plant. Coarse coal grocessing (5-10 mn top-size) has been very promising 
in laboratory t e s t s (  1. If  t h i s  approach proves out  i n  bench-scale 
evaluations, more extensive and on-line coal leaching units can be readily 
added t o  the present t e s t  plant.  Processing f ine  coal allows the highest 
rate of pyri t ic  sulfur  removal, while processing coarse coal, although 
slower, allows lower cost  coal dewatering units and the direct  shipping of 
desulfurized coal product without need for pelletizing. 

The t e s t  plant under construction a t  the Capistrano Test S i t e  i s  a 
highly f lexible  f a c i l i t y  capable of tes t ing the numerous al ternate  pro- 
cessing modes of potential interest  i n  the Meyers Process. The flow 
diagram shown in Figure 3 presents an equipment t r a in  for  continuous process 
testing of s lurr ied coal.  Fine coal ground t o  t h e  desired s i ze  i s  stored 
under nitrogen gas in  1.8 metric ton sealed bins. As required, bins 
a r e  emptied into the feed tank (T-1). Dry coal i s  continuously fed by a 
l ive bottom feeder t o  a weigh bel t  which discharges t h r o u g h  a rotary valve 
to  the three s tage  mixer (Stream 1 ) .  The aqueous iron su l f a t e  leach 
solution (Stream 2) entqrs the mixer a f t e r  f i r s t  passing through a foam 
breaker (T-2). Steam i s  added (Stream 3)  t o  r a i se  the slurry t o  its 
boiling point. Foaming will occur in the early stages of mixing, b u t  will  
cease when par t ic le  wetting ib complete. 
time and conditions necessary t o  complete the wetting and defoaming of the 
slurry will depend on the coal type and s i ze  and on the residual moisture 
i n  the feed coal. 
stages have variable volume, w i t h  variable speed agi ta tors  and the feed f l w  
rates f o r  coal,  leach solution and steam can be varied over wide ranges. 

A t e s t  p lan t  sized t o  process u p  t o  8 metric tons per day of coal is 

Iron su l f a t e  crystal l izat ion,  elemental sulfur  recovery and coal- 

I t  i s  believed t h a t  the mixing 

To allow study of the mixing parameters, the mixer 
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The defoamed s l u r r y  (Stream 4) i s  pumped t o  a f i v e  stage pressure 
vessel (Reactor 1) i n  wh ich  most of t h e  p y r i t e  renova l  r e a c t i o n  occurs. 
Some o f  t h e  p y r i t e  r e a c t i o n  occurs d u r i n g  m ix ing ,  b u t  i n  t h e  m ixe r  t h e  
r e a c t i o n  r a t e  slows r a p i d l y  because t h e  remain ing p y r i t e  (Wp) decreases 
and because t h e  f e r r i c  i r o n  i s  r a p i d l y  be ing conver ted  t o  f e r r o u s  i r o n  ( Y  
decreases). The pressure r e a c t o r  overcomes t h e  decreased r a t e  i n  two ways. 
F i r s t ,  i t increases t h e  temperature (and pressure)  t o  increase t h e  r e a c t i o n  
r a t e  constant .  Second, oxygen i s  i n t roduced  under pressure t o  regenerate 
f e r r i c  i r o n  and m a i n t a i n  a h igh  s o l u t i o n  Y .  The f l o w  diagram shows t h a t  
steam and oxygen can be added t o  any o r  a l l  o f  t h e  f i v e  stages and t h a t  
c o o l i n g  can be p r o v i d e d  f o r  any s tage i f  necessary t o  remove t h e  excess 
heat  o f  r e a c t i o n .  The unused oxygen s a t u r a t e d  w i t h  steam (Stream 7)  i s  
contacted i n  a s m a l l  pressure vessel  (T-3) w i t h  t h e  feed leach  s o l u t i o n  
(Stream 5) t o  p r o v i d e  heated l e a c h  s o l u t i o n  f o r  t h e  m ixe r  (Stream 2) and 
cooled ven t  gas. The v e n t  gas from b o t h  T-2 and T-3 a r e  scrubbed i n  T-4 
t o  remove any t r a c e s  o f  a c i d  m i s t .  The r e a c t i o n  parameters o f  importance 
have a l ready  been w e l l  s t u d i e d  a t  l a b o r a t o r y  and bench-scale i n  batch mode. 
The t e s t  p l a n t  r e a c t o r  w i l l  accommodate t h e  necessary s tud ies  o f  key para- 
meters i n  a cont inuous r e a c t o r  a t  coal throughputs between 2 and 8 m e t r i c  
tons pe r  day. Parameters which w i l l  be  s t u d i e d  i nc lude :  temperature, 
pressure, oxygen p u r i t y ,  s l u r r y  concen t ra t i on ,  i r o n  s u l f a t e  concentrat ion,  
a c i d  concen t ra t i on ,  res idence t ime  pe r  stage, number o f  stages, m ix ing  
energy, t ype  o f  m ix ing ,  coa l  s i z e  and type.  The r e a c t o r  can a l s o  be used 
t o  s tudy  l each  s o l u t i o n  regenera t i on  i n  t h e  absence o f  coal. 

f l ashed  i n t o  a g a s - l i q u i d  separator  vessel (T-5). 
(Stream 9 )  i s  condensed i n  T-4 and t h e  condensate p l u s  any e n t r a i n e d  a c i d  
m i s t  i s  removed w i t h  t h e  water. The r e s i d u a l  s l u r r y  (Stream 10) i s  f e d  t o  
a b e l t  f i l t e r .  The f i l t r a t e , w h i c h  i s  reqenerated l each  s o l u t i o n ,  i s  removed 
from t h e  coal s l u r r y  through a vacuum r e c e i v e r  (T-9) and pumped (Stream 12) 
t o  a l a r g e  l each  s o l u t i o n  s torage tank  (T-6). The coal on  t h e  f i l t e r  b e l t  
i s  washed w i th  w a t e r  (Stream 11) and d ischarged f rom the  f i l t e r  b e l t .  The 
wash wa te r  i s  removed through a vacuum r e c e i v e r  (T-10) and sen t  t o  a l a r g e  
l i qu id -was te  h o l d i n g  tank  (T-8) f o r  subsequent d i sposa l .  
h i g h l y  v e r s a t i l e  u n i t  which should p rov ide  t h e  da ta  necessary f o r  scale-up. 
I t  has v a r i a b l e  b e l t  speed, v a r i a b l e  b e l t  areas assigned t o  washing, v a r i -  
a b l e  cake washing ra tes ,  b e l t  sprays i f  needed t o  c o n t r o l  b l i n d i n g  o f  t h e  
pores i n  t h e  b e l t ,  and steam nozz les t o  p rov ide  f o r  p a r t i a l  cake d ry ing .  

be passed i n t o  a secondary r e a c t i o n  vessel (Reactor 2) .  A t  t y p i c a l  coa l  
feed r a t e s ,  t h i s  vessel can be f i l l e d  i n  about two hours and then  c losed  
of f ,  s t i r r e d  and heated f o r  any d e s i r e d  pe r iod  o f  t ime  be fo re  being pumped 
t o  t h e  f i l t e r .  Residence times up t o  about  10 hours a r e  a v a i l a b l e  i n  t h e  
p r imary  reac to r ,  Reactor 1. T h i s  secondary r e a c t o r  can be used t o  extend 
res idence  t imes t o  much longer  t imes  f o r  examining t h e  removal o f  f i n a l  
t races  of p y r i t e  o r  examining any o t h e r  l ong  t e r m  behavior .  
vessel a l s o  can se rve  t o  repu lb  t h e  f i l t e r  cake f o r  a d d i t i o n a l  coa l  washing 
s t u d i e s .  

Reacted coa l  s l u r r y  (Stream 8)  a t  e leva ted  temperature and pressure is  
The steam generated 

The f i l t e r  i s  a 

As an  a l t e r n a t e  process s tep,  t h e  s l u r r y  f rom t h e  f l a s h  tank  (T-5) can 

The s t i r r e d  
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The f ina l  item of major equipment i n  t h e - t e s t  plant i s  the coarse coal 
T h i s  insulated and heated tank will  hold a 

The principie use fo r  t h i s  vessel is t o  convert the regenerated 

contact vessel (Reactor 3). 
f u l l  bin (about 1.8 metric tons) of coarse coal (5  t o  10 millimeter top- 
s i z e ) .  
leach solution i n  storage tank T-6 to  a more depleted solution i n  t he  pro- 
cess feed tank. T-7. In general, the iron su l f a t e  leach solution i n  the 
f i l t r a t e  going t o  tank T-6 will  have a high Y because no secondary reactor 
was in use. For some t e s t  conditions, the feed t o  the process must be a t  
a lower Y t o  simulate recycle leach solution from a secondary reactor.  
Passing a l l  o r  some portion of the solution through coal will  lower the Y 
of the solution t o  the desired value. 
coal reactor and i f  appropriate sampling ports and possible some flow 
distribution internals were added, i t  could be used t o  obtain design data 
fo r  coarse coal processing. 

Solution tanks a re  sized a t  about 50,000 l i t e r s  t o  provide f o r  about 
a week of continuous operation on the same feed without recycle o r  change. 
I t  also provides fo r  uniform leach solution and coal samples of a large 
enough s i ze  for  product recovery studies performed by equipment vendors. 
Operation a t  the  sca le  of the  t e s t  plant will provide experience and data 
expected t o  be adequate fo r  the design of a demonstration-size commrcial 
plant. \ 

T h i s  vessel i s  basically a coarse 

1. 

2. 

3. 

4. 

5. 

6. 
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INTRODUCTION 
The emergence of chemical desulfurization of coal as a viable 

alternative to stack gas scrubbing (1) has prompted researchers in 
this field to consider a variety of chemical systems which remove 
pyritic sulfur or both the pyritic and part of the organic sulfur 
( 2 , 3 , 4 , 5 , 6 ) .  A review of the more prominent chemical desulfuriza- 
tion schemes is presented in a recent article(6). Because chemical 
desulfurization is cost competitive with stack gas scrubbing(l), 
utilities are beginning to show an interest in the development o f  
this technology which could provide them with a source of clean 
fuel to meet the rigorous EPA standards for sulfur emissions. 

This paper discusses the sulfur removal from coals using an 
ammonia/oxygen system which removes almost all of the pyritic sul- 
fur and up to 2 5 %  of the organic sulfur in about 2 hours. Because 
organic sulfur removal necessarily implies coal carbon losses, a 
balance must be struck between the amount of organic sulfur removed 
and the thermal losses than can be economically tolerated from the 
coals being cleaned. 

Although no effort has been made to optimize the system re- 
ported here, the results of BTU loss, oxygen consumption,retention 
time, etc. are fairly consistent with the oxygen/water system f o r  
pyrite removal from coals(2). The carbon losses, as might be ex- 
pected, are somewhat higher. Furthermore, the data presented here 
can be used to construct an optimization scheme for future develop- 
ment work. 

PROCESS DESCRIPTION 
In this desulfurization scheme, run-of-mine coal is treated in 

a conventional preparation plant, where the coal is crushed and 
washed to remove rock and clay material. The coarsely crushed coal 
is then fed into close-circuited wet ball mills where it is further 
ground to -100 mesh. The ground slurry is pumoe3 into oxygen sparg- 
ed leach reactors which operate at about 13O’OC and 300 psi oxygen 
pressure. All of the pyritic sulfur and up to 2 5 %  of the organic 
sulfur is removed in about two hours. The desulfurized slurry now 
goes through a solid/liquid separation operation where the coal and 
liquid are separated. Because of the formation of sulfates and the 
absorption of some of the CO (from coal oxidation) into the ammon- 
ia solution, this mixed sul$ate/ carbonate stream must be regener- 
ated to recycle the ammonia back into the process. The ammonia 
regeneration may be accomplished by calcining and/or steam strip- 
ping. 

A discussion of the sulfur removal from coals as a function of 
ammonia concentration and retention time is presented below. 
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EXPERIMENTAL CONDITIONS 
All of the experiments reported here were carried out in a 

batch mode in high pressure autcklaves. The autoclaves were equip- 
ped with baffles, and the speed of agitation controlled with the 
help of a tachometer and verified at frequent intervals with a 
stroboscope. The system was heated with a jacketed electric heater 
exterior to the chamber and the temperature controlled to within a 
couple of degrees with the aid of a temperature controller. The 
reaction was cooled rapidly at the end of the experiment with the 
help of a cooling system fitted inside the high pressure reactors. 
The mode of operation was as follows: 120 gms (dry basis) of Illin- 
ois #6 coal was slurried in ammoniacal solutions to give a so l ids  
pulp density of 20 w/o. The autoclaves were sealed and the air 
purged with inert gas. This insured no reaction with the coal 
sulfur during the heatup period. The heater and stirr rs were 
turned on and the temperature allowed to stabilize at 130 C. The 
system was then pressurized with oxygen to 300 psi, and the reac- 
tion permitted to proceed. The vapor space of the reactor was 
connected to a gas chromatograph for measurement of the gas phase 
for products of reaction. 

Minus 100 mesh coal was used, and the degree of agitation 
fixed to maintain the system in a kinetically controlled regime(2). 
Ammonia concentrations between 0.5 molar and 5 molar were studied. 
An analysis of the starting Illinois # 6  coal is listed in Table I. 

TABLE 2 -- Starting Coal Analysis 
Total Sulfur 4.99% Ash 19.27% 
Pyritic Sulfur 2.06% Vol. Matter 35.6% 
Sulfate Sulfur 0.65% Fixed Carbon 45.13% 
Organic Sulfur 2.28% BTU (maf) 13477 

8 

EXPERIMENTAL RESULTS 

iacal system is given by Equation 1). 
The chemical reaction for the oxidation of pyrite in an ammon- 

FeS2+4NH3+7/2 H20+15/4 02* 4NHf;+2SOi + ?'e (OH) 1) 

where all of the sulfide sulfur is oxidized to soluble sulfates. 
Care was taken to insure that the NH /FeS molar ratio fo r  the 
experimental study was always in excesd of $he 4 required stoich- 
iometrically: a range between 6.5 and 65 was considered. 

The effect of retention time and ammonia concentration on sul- 
fur removal from Illinois # 6  coals is graphically displayed in Fig- 
ure 1. Approximately 90% of the pyritic sulfur can be removed, and 
there appears to be no apparent effect of NH3 concentration on 
pyrite removal. There appears to be a definite trend, however, in 
the organic sulfur removal as a function of NH3 concentration. 
Measurements of total change in sulfur content of the coal, expres- 
sed as 1bs.SO /MMBTU, shows a 50% change between the starting coal 
and the desujfurized coal. This compares against a 25% change 
after desulfurization of Illinois # 6  coals when uxing the 0 /H 0 
system(2) where only pyritic sulfur is removed. The desulfujizid 
coals. after an NH3/02 treatment, also show no residual sulfate 
sulfur. 
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An important consideration in any chemical desulfurization 
process, in which the coal sulfur is oxidized, is the oxidant con- 
sumption. For this process the oxygen consumption to oxidize the 
coal sulfur species, and the coal itself,,may be listed as follows: 

reaction with pyrite t; oxidation of organic sulfur 
c) oxygen uptake by the coal 
d) 

e) formation of carbonates in solution. 
The stoichiometric oxygen consumption for the pyrite reaction, 

given by Equation l), calculates to be 1.0 1b.O /lb.FeS . 
In the oxidation of pyrite with oxygen it 3s inescipable that 

oxygen will also react with the coal carbon. This oxidation of the 
coal usually results in the formation of CO and CO , together with 
soluble coal acids. There is a greater propensit? for the forma- 
tion of coal acids in basic systems than in aci9 systems. Further- 
more, there is some pickup of oxygen by the coal to form an inter- 
mediate oxygen-coal complex. 

The gases, as analyzed in the vapor space of the autoclaves, 
using a gas chromatograph, show that CO formation is negligible and 
that CO is the major product of reaction. Some of the CO formed 
due to 6arbon oxidation tends to dissolve in the ammoniaca3 liquor 
and report as carbonates in solution. To accurately determine the 
exact oxygen consumption for coal oxidation, solution analyses were 
conducted to measure this amount of carbonate formed. These anal- 
yses showed that the amount of carbonate measured in solution in- 
creased with increasing ammonia concentration. The total oxygen 
consumption for coal oxidation, both as CO in the vapor space and 
carbonate in solution, as a function of regention time and ammonia 
concentration is shown in Figure 2. These results show that the 
coal oxidation is fairly insensitive to the ammonia concentration. 

Due to the formation of an oxygen-coal complex, there is some 
oxygen tied up with the coal. This consumption is graphically 
displayed in Figure 3 ,  which again shows no dependence on ammonia 
concentration. A minimum oxygen consumption for this process is 
tabulated in Table 11. 

oxidation of coal to form CO and C02 in the 
gaseous phase 

-- TABLE I1 -- Minimum Oxygen Consumption 

oZfor pyrite reaction 
0 uptake by coai 
0; for co2 + coj- 

1bs.O2(lb. coal 
0.0375* 
0.034** 
0.035** 
0.1065 

-_-__----- 
* Based on 2 %  pyritic sulfur coal 
** After 2 hours of sulfur removal 

This table does not take into account any oxygen consumption 
for organic sulfur oxidation, which is difficult to measure. For a 
plant processing 8000 TPD of 2% pyritic sulfur coal (with a pyritic 
sulfur/organic sulfur ratio of 1) , the oxygen demand, based on 
Table 11, calculates to by 850 TPD. With a 25% contingency factor 
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to allow for organic sulfur oxidation, a 1000 TPD oxygen plant 
would be needed. This total oxygen duty is the same as that requir- 
ed for coal desulfurization using the 02/H20 system(2). 

An important consideration for the viability of any desulfur- 
ization process is the overall thermal efficiency of the system. 
The BTU loss, on a moisture-ash-free basis, as a function of reac- 
tion time and ammonia concentration is presented in Figure 4. This 
graph shows that between 8% and 13% loss may be expected after two 
hours of sulfur removal. The pairing of the BTU loss as a function 
of ammonia concentration shown in Figure 4 is not immediately ob- 
vious. The loss of carbon during the desulfurization process is 
graphically displayed in Figure 5. In all cases the carbon loss is 
much greater than can be accounted for by C02 and carbonate forma- 
tion. 

This suggests that the difference reports in solution as coal 
acids. The formation of these acids is not surprising since the 
reaction of alkalis with coal to form humic acids is well known. 

SUMMARY AND CONCLUSIONS 
1. Increasing reaction time and ammonia concentration im- 

proved the extent of organic sulfur removal. For exam- 
ple, after 2 hours when using a 5 NH3 solution, 25% of 
the organic sulfur can be removed. 

2. Changing the NH concentration had no apparent affect on 
pyritic sulfur 2emova1. 

3. The oxygen consumption to oxidize the coal carbon (re- 
porting as C02 in the gas phase and carbonae in solution) 
is fairly insensitive of the NH concentration. 

4 .  Ammonia concentration has no asparent affect on oxygen 
uptake by the coal. 

5. Both the ammonia concentration and reaction time-have an 
affect on the BTU and carbon values of coal. Increasing 
either one decreases the BTU and carbon value. As much 
as a 13% BTU and 10% carbon loss may be realized with 
using a 3 E NH solution and reacting the coal for 2 
hours. The larde carbon losses are due to the formation 
of coal acids. 
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OXIDATIVE DESULFURIZATION OF COAL 

Sidney Friedman, Robert B. LaCount, and Robert P .  Warzinski 

P i t t s b u r g h  Energy Research Center  
U. S.  Energy Research and Development Adminis t ra t ion 

4800 Forbes Avenue, P i t t s b u r g h ,  Pennsylvania  15213 

INTRODUCTION 

It i s  becoming i n c r e a s i n g l y  apparent  t h a t  t h e  s o l u t i o n  t o  our n a t i o n a l  energy 
problems w i l l  r e q u i r e  a v a r i e t y  of approaches, and t h a t  t h e s e  must be  compatible  
wi th  environmental r e s t r i c t i o n s .  Coal, o n l y  r e c e n t l y  considered d e s t i n e d  Tor 
o b s c u r i t y ,  has  been rescued by a combination of  i n t e r n a t i o n a l  p o l i t i c a l  events  
and increas ing  d i f f i c u l t i e s  i n  developing a nuclear  power indus t ry .  Although coa l  
as a n  energy source p r e s e n t s  problems, a t  l e a s t  i t  is a v a i l a b l e  and can be  u t i l i z e d .  

The Federal  Government, a s  p a r t  of t h e  program adminis tered by t h e  Energy Research 
and Development Adminis t ra t ion ,  i s  c a r r y i n g  o u t  research  on many phases of c o a l  
u t i l i z a t i o n  t o  overcome t h e  environmental problems involved i n  t h e  combustion of 
coa l .  One such p r o j e c t ,  which has  been i n  progress  a t  t h e  P i t t s b u r g h  Energy Research 
Center  s i n c e  1970, i s  concerned wi th  chemical b e n e f i c i a t i o n  of coa l ,  and most 
s p e c i f i c a l l y ,  with removal of s u l f u r  from c o a l  p r i o r  t o  combustion. 

EXPERIMENTAL 

Batch Experiments. T h i r t y - f i v e  grams of -200 mesh c o a l  and 100 m l  of water were 
placed i n  a l i n e r  (glass o r  teflon) i n  a 1-liter, magnet ica l ly  s t i r r e d ,  s t a i n l e s s  
s t e e l  autoclave.  The au toc lave  was pressur ized  wi th  a i r  (from a c y l i n d e r )  t o  t h e  
r e q u i r e d  gauge pressure ,  and then  heated wi th  s t i r r i n g  u n t i l  t h e  s p e c i f i e d  
temperature  was reached (approximately 1 hour heat-up t ime) .  Af te r  a s p e c i f i e d  
t i m e  a t  reac t ion  temperature ,  t h e  au toc lave  was cooled by means of an i n t e r n a l  
cool ing  c o i l .  The c o n t e n t s  were removed a t  room temperature ,  f i l t e r e d ,  washed 
u n t i l  the  pH of the  f i l t r a t e  w a s  n e u t r a l ,  and then e x t r a c t e d  i n  a Soxhlet  thimble 
wi th  water u n t i l  s u l f a t e  (present  as CaSO ) w a s  no longer  present  i n  t h e  f r e s h  
e x t r a c t .  
analyzed by t h e  Coal Analys is  Sec t ion ,  U. S .  Bureau of Mines. 

Semicontinuous Experiments. Using a s i m i l a r  a u t o c l a v e  f i t t e d  with p r e s s u r e  
regula t ing  va lves ,  t h e  au toc lave  conta in ing  t h e  c o a l  and water  w a s  heated t o  t h e  
s p e c i f i e d  temperature  under one atmosphere ( i n i t i a l  p ressure)  of N2 .  
temperature ,  o r  s h o r t l y  before  reaching i t ,  a i r  was admit ted t o  t h e  d e s i r e d  pressure .  
Temperature was kept  a t  t h e  r e q u i r e 9  v a l u e  by us ing  h e a t i n g  and cool ing  (cool ing 
c o i l )  while  a i r  (approximately 2 f t  /h r )  flowed through t h e  au toc lave .  A f t e r  t h e  
requi red  t i m e  a t  temperature ,  t h e  au toc lave  was cooled,  and t h e  products  worked up 
a s  i n  t h e  prev ious  example. 

4 The coa l  was then thoroughly d r i e d  i n  a vacuum oven a t  100'C and 

A t  

RESULTS AND DISCUSSION 

Although t h e  p r o j e c t  w a s  i n i t i a l l y  divided i n t o  removal of organic  and of  inorganic  
s u l f u r  u, i t  w a s  soon evident  t h a t ,  though one could remove p y r i t i c  s u l f u r  
without  removing organic  s u l f u r ,  t h e  r e v e r s e  w a s  n o t  t r u e .  
removed organic  s u l f u r  would a l s o  remove p y r i t i c  s u l f u r .  
problem became one of f i n d i n g  chemistry s u i t a b l e  f o r  removing organic  s u l f u r  from 
coal .  

Any process  which 
So t h e  approach t o  t h e  
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The chemistry which we chose to explore was based on two premises: 

1. The major portion of the organic sulfur in coal was of the dibenzothiophene 
(DBT) type, and, 

2 .  The reagents had to be inexpensive. 

While we now believe that at least a sizable fraction of the organic sulfur in coal 
is not dibenzothiophenic, we have no reason to doubt that over 50% of it may be. 

These premises led u s  to the following hypothetical two-step removal of organic 
sulfur from coal. 

1. Oxidation of organic (or dibenzothiophenic) sulfur to sulfone. 

CoJ > / 

02 

2 .  Elimination of the SO2 from sulfone by base. 

02 
Both of these reactions are in the literature, and so our  task became one of 
modifying and improving them so that they could be applied to desulfurization of coal. 

The second step -- the removal of SO from DBT sulfone by base -- was found to be 
essentially quantitative when the sulfone was heated to 300°C in the presence of 
aqueous NaOH and nearly as efficient with Na2C03. This was an improvement on the 
nonaqueous treatment 0). 
The first step in the reaction -- oxidation to sulfone -- though extensively 
documented in the literature, presented more of a challenge. There are numerous 
oxidants reported which can effect the conversion of organosulfur compounds to 
sulfones, including KMn04, HNO , Cr03, H 0 /HOAc, and hydroperoxides <3). These 
obviously do not fit the second premise -- the reagents must be inexpensive. It 
was agreed that the only reagent which could be used as an oxidant was the oxygen 
in air. But DBT, and presumably the organic sulfur in coal, is inert to air at 
relatively high pressure and temperature. Transfer of oxygen to a carrier to form 
a hydroperoxide, followed by reaction of the hydroperoxide with DBT, did give 
sulfone. We found that with a large variety of hydrocarbons, such as tetralin, 
decalin, and cyclohexane, merely heating DBT with air under pressure in the presence 
of the hydrocarbon resulted in formation of sulfone Vt), presumably as a result of 
in situ formation of hydroperoxides. Benzene, which does not form a hydro- 
peroxide, affords no sulfone formation under comparable conditions. 

Applying our two-step reaction -- air oxidation followed by treatment with aqueous 
base -- to coal, we were able to achieve up to 50% removal of organic s u l f u r ,  as 
well as almost complete elimination of pyritic sulfur as a bonus. 
scheme appeared promising, it did require a suitable organic liquid and also NaOH. 

We also explored another oxidation system which utilizes air as the ultimate source 
of oxygen. Nitrogen dioxide -- NO -- is a good reagent for converting sulfides 
to sulfones, and it can be utilize2 in an easily regenerable system. 

2 2  

Though this 



2N02 + -S- j 2NO + -SO 2 - ( 3 )  

2NO + O2 2N02 (4) 

We found that we could, indeed, oxidize DBT to its sulfone in this manner, using 
NO2 and air. 
of concurrent reaction took place, including nitration of the coal, which bonsumed 
the nitrogen oxides and thus would have necessitated a continuous addition of NO 
rather than the recycling shown in Equations 3 and 4. 

In the meantime, our experiments on air oxidations of organosulfur using hydro- 
peroxide precursors led us to the ultimate experiment, the one in which H 0 was 
used in place of an organic liquid phase. This reaction of coal with steam and 
compressed air almost quantitatively converted the pyritic sulfur in coal to H SO 
In addition, we found that we had also removed 25% of the organic sulfur as weh. 
Here was evidence that there was some organosulfur in coal which was not DBT-like, 
since DBT failed to react with air and water under these conditions. 

Initial experiments on the air-steam oxydesulfurization of coal were carried out 
using a batch, stirred autoclave system. In this apparatus in order to replace 
oxygen as it was used, it was necessary to cool the autoclave to near room 
temperature, vent the spent air, repressure, and reheat. Though this gave 
satisfactory desulfurization, it was an impractical approach for studying reaction 
parameters. The results cited in Tables 1-3 are from batch studies without 
repressurization and thus represent less than maximum desulfurization in some cases. 

The apparatus was modified to allow air to flow through the stirred reactor while 
the coal-water slurry remained as a batch reactant. This is our current system. 
In this way, we can study many of the variables as they will affect the reaction 
in a continuous system. 

Our newest apparatus, now beginning operation, is a fully continuous unit, feeding 
both air and coal-water slurry into a reactor tube. This system is designed to 
obtain data on reaction rates, develop information for economic evaluation, and 
answer those questions which arise concerning engineering aspects of the process. 

Heating high-pyrite coals in aqueous slurry with compressed air at total pressure 
of 1,000 psi and at 150-160°C results in decrease of pyritic sulfur to near the 
lower limit of detection by standard analytical procedure. 
batch experiments are shown in Table 1. The sulfur which is removed is converted 
completely to aqueous sulfuric acid. Experiments in a semicontinuous experiment 
show as much as 80% of the reaction occurs within the first 5 minutes. At a 
pressure of 200 psi, the reaction is much slower, requiring several hours to achieve 
even 60% pyritic sulfur removal. For some coals, at least, the desulfurization is 
almost as rapid at 500 psi as at 1,000 psi. 
temperature dependent, but at the conditions of our experiments, reaction is 
sufficiently fast that above 150°C little improvement is noted. In a few cases, 
where a coal appears to have some residual pyrite which is not oxidized readily at 
150"C, it may be removed at 180'C. 

A s  the temperature at which the oxidation is conducted is increased above 150"C, 
an increasing amount of organic sulfur is removed from the coal. 
Percentage of organic sulfur removed parallels the temperature rise, so does the 
amount of coal which is oxidized. To prevent excessive loss of coal a practical 
limit of 200°C has been chosen for carrying out the reaction on most Coals. 
Removal of organic sulfur from a series of coals, shown in Table 2 ,  varies from 
20 to over 40%.  
with some of these coals without sacrifice of coal recoverability. 

When the reaction was extended to coal, however, a significant amount 

2 

2 

4' 

Some results of 1-hour 

The oxidation of pyritic sulfur is 

Although the 

Further reduction of organic sulfur content is probably possible 
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An upper limit on organic sulfur removal appears to be between 40 and 50%, and varies 
from coal to coal. We believe this is due to the functionality of the organic sulfur, 
and gives Some rough measure of oxidation resistant, or DBT type, of sulfur. 
Obviously, that sulfur which is removed by oxydesulfurization must be in some other 
structure which is readily oxidized, such as thiol, sulfide, and/or disulfide. 
These values coincide with removal of sulfur from coal observed when it is heated 
with aqueous alkali at 300"C, a reagent which does not attack DBT 0. 
Even at 150-160°C many coals, including some with rather high sulfur contents, can 
be dramatically desulfurized, as shown in Table 3. 

TABLE 1. Pyrite Removal from Representative Coals by Oxydesulfurization 

Temp. Pyritic sulfur, wt pct 

Seam State OC Untreated Treated 

Illinois No. 5 Illinois 150 0.9 0.1 
Minshall Indiana 150 4.2 0.2 
Lovilia No. 4 Iowa 150 4.0 0.3 
Pittsburgh Ohio 160 2.8 0.2 
Lower Freeport Pennsylvania 160 2.4 0.1 
Brookville Pennsylvania 180 3.1 0.1 

TABLE 2 .  Organic Sulfur Removal from Representative Coals 
by Oxydesulfurization 

Temp Organic sulfur, wt pct 
Seam State "C Untreated Treated 

Bevier Kansas 150 2.0 1.6 
Mammo t g  Montana 150 0.5 0.4 
Wyoming NO. $ Wyoming 150 1.1 0.8 
Pittsburgh Ohio 180 1.5 0.8 
Lower Freeport Pennsylvania 180 1.0 0.8 
Illinois No. 6 Illinois 200 2.3 1.3 
Minshall Indiana 200 1.5 1.2 

a Subbituminous 

TABLE 3. Oxydesulfurization of Representative Coals 

Temp, Total sulfur, wt pct Sulfur, lb/106 Btu 

Seam State "C Untreated Treated Untreated Treated 
Minshall Indiana 
Illinois No. 5 Illinois 
Lovilia No. 4 Iowa 
Mammo tg Montana 
Pittsburgh Pennsylvania 150 
Wyoming NO. Wyoming 
Pittsburgh Ohio 
Upper Freeport Pennsylvania 160 2.1 Q.2 1.89 0.80 
a Subbituminous 

150 5.7 2.0 4.99 1.81 

150 1.1 0.6 0.91 0.52 

150 3.3 2.0 2.64 1.75 
150 5.9 1.4 5.38 1.42 

1.3 0.8 0.92 0.60 
150 1.8 0.9 1.41 0.78 
160 3.0 1.4 2.34 1.15 
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The r e a c t i o n  condi t ions  which we have found t o  be s u i t a b l e  f o r  oxydesul fur iza t ion  
a r e  : 

Temperature - between 150" and 220' C .  
P ressure  - between 220 and 1,500 p s i  opera t ing  pressure .  
Residence t i m e  - 1 hour o r  less. 

Most of our experiments have been c a r r i e d  out  below 220°C and a t  approximately 1,000 
p s i .  Recoveries of f u e l  v a l u e s  a r e  e x c e l l e n t ,  be ing  g e n e r a l l y  90% o r  b e t t e r .  The 
only  byproduct of t h e  r e a c t i o n  is d i l u t e  H SO4. 
observable  e f f e c t  on d e s u l f u r i z a t i o n  f o r  a$ l e a s t  5 c y c l e s .  
too  concentrated f o r  f u r t h e r  use ,  i t  can be  converted t o  a commercial grade of 
s u l f u r i c  acid i f  a s u i t a b l e ,  economic market e x i s t s ,  o r  i t  can be disposed o f  by 
l imes tone  n e u t r a l i z a t i o n  as a r e a d i l y  f i l t e r a b l e  CaSO 

The process ,  o u t l i n e d  i n  F igure  1, needs no novel  technology t o  produce coa l  having 
over  95% of i ts p y r i t i c  s u l f u r  and a s  much a s  40% of i t s  organic  s u l f u r  removed. 
Other  than  t h e  c o a l ,  a i r ,  and water ,  t h e  o n l y  o t h e r  m a t e r i a l  needed f o r  t h e  process  
i s  t h e  l imestone used t o  n e u t r a l i z e  t h e  €$SO4. 
water can be recyc led ,  and t h e  only  waste  product  i s  s o l i d  CaSO (7) 

A pre l iminary  cos t  e s t i m a t e  f o r  t h i s  process  i n d i c a t e s  a cos t  of $3.50 t o  $5.00 per  
ton .  Even a t  twice t h i s  c o s t ,  t h e  process  would s t i l l  be  considerably less 
expensive than c o a l  conversion t o  gas  o r  l i q u i d  f u e l .  Assuming removal of 95% 
p y r i t i c  s u l f u r  and 40% organic  s u l f u r ,  an es t imated  40% of t h e  c o a l  mined i n  t h e  
e a s t e r n  United S t a t e s  could  be made environmental ly  acceptab le  as b o i l e r  f u e l ,  
accord ing  t o  EPA s t a n d a r d s  f o r  new i n s t a l l a t i o n s .  And t h e  s u l f u r  conten t  of t h e  
remainder of t h e  e a s t e r n  c o a l  could be d r a s t i c a l l y  reduced, making i t  environmental ly  
a c c e p t a b l e  f o r  e x i s t i n g  b o i l e r s .  

This  can  be recycled wi th  no 
When the  H SO becomes 2 4  

4 '  

No s ludge  is formed, much of t h e  

4 -' 

CONCLUSIONS 

Treatment of coa l  wi th  compressed a i r  and steam a t  15Oo-20O0C r e p r e s e n t s  a p r a c t i c a l  
method t o  d e s u l f u r i z e  t o  a c c e p t a b l e  l e v e l s  a s i z a b l e  percentage of t h e  a v a i l a b l e  
c o a l  i n  the  e a s t e r n  United S t a t e s  a t  a c o s t  i n  money and f u e l  va lue  less than  c o a l  
conversion and to  an e x t e n t  g r e a t e r  than  can be achieved by phys ica l  d e p y r i t i n g  
methods. 
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WGNETIC DESULFURIZATION OF SOME ILLINOIS BASIN COALS* 

Heydn H. Murray 

Dept. of Geology, Indiana Univ., Bloomington, Ind. 47401 

INTRODUCTION 

High extraction magnetic filtration (HEMF) is used successfully to process 
This is the first successful commercial application of a new level kaolin (1). 

of magnetic separation equipment and processing technology which resulted from 
the joinin@; of four major concepts ( 2 ) .  

1. Discovery of the importance of retention time in mineral separation. 
2. Development of very high gradient matrix collectors. 
3. High intensity fields in wet magnetic separators (up to 20 kilogauss). 
4. Modern design of large high field magnets. 

Use of longer retention time permits finely divided particles to migrate 
and be captured by a magnetized collection surface. 
is filled with a matrix of steel wool, screens made of sharp thin ribbons, or 
other filamentary material which provides very high gradients. 
h d  magnet technology led to the design of a magnet with a high field throughout 
a large cavity. 
shown on Figure 1. 
a height of 29 inches. 
through the 84 inch unit. 
feasible but the problems involved in shipping and for on site fabrication are 
such that it is probably more efficient to consider multiple installations of 
84 inch machines. 

The canister in the magnet 

Modern electronic 

A diagrammatic sketch of a large high intensity magnet is 

Up to 100 tons of kaolin per hour can be processed 
The diameter of the canister can be up to 84 inches with 

Fabrication of equipment larger than 84 inches is 

High extraction magnetic .filtration is very successful in removing iron arici 
titanium impurities from kaolin. 
ficiation of other industrial minerals and coal have been demonstrated by hrray 
(3,4,5). 
20 kilogauss. 

Potential applications for its use for bene- 

Present HEMF equipment utilizes electromagnets to generate fields of 
Power comsumption of this equipment is in the range of 400-500 KW. 

The present HEMF equipment is optimized for separation of slurry containing 
fines below 200 mesh and preferably below 20 microns. Other matrix types can be 
substituted for stainless steel wool to accomodate coarser feed materials (up to 
20 mesh) including Frantz screens, loosely packed coarse steel wool, steel shot, 
steel filings, and other filamentary material. New developments are mderway in 
matrix design and conposition which can greatly enhance HEW technology. 

MAGNETIC DESULFURIZATION OF COAL 

The earliest work concerning the reduction of s u l k  in coal by magnetic 
separation was described in a German Patent by Siddiqui in 1957 (6). 
and Remesnikov (7) published a paper in 1958 reporting that coal pulverized 
finer than 16 mesh size subjected to a thermal steam-air treatment reportedly 
made the pyrite more magnetic, which enhanced beneficiation when processed in 
a specially built magnetic separator. 
percent were reported. Perry (8) reported that fine pyrite (65 to 100 mesh) 
treated in steam-air atmosphere at temperatures of 5700 to 750°F for varying 
times, up to 10 minutes, resulted in increased quantity of pyrite becoming amenable 
to magnetic separation with increasing intensity of tredment. 
demonstrated that sulfur could be reduced to a greater extent by making a high 
intensity magnetic separation directly on raw untreated coal without employing the 
*This study was supported by a grant from The Electric Power Research Institute. 

Yurovsky 

S u l k  reduction of 85, 74.9, and 70 

Kester (9, 10,) 
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thermal pretreatment step.  
s i ze  and by magnetically separating the coarse 48 by 200 mesh s i ze  f ract ion s ig-  
nif icant  s u l k  reduction was achieved. 

Thus, by pulverizing t h e  coal  t o  a typ ica l  power plant  

Kester reported that p y r i t i c  sulfur accounts for  40 percent t o  as much as 
80 percent of t he  sulw content of most coals (9). Gluskoter and Simon (11) 
reported t h a t  t he  mean t o t a l  s u l k  content i n  474 analyses was 3.57 percent i n  
coals from I l l i n o i s  and the mean value of p y r i t i c  s u l k  i n  these same coals was 
2.06 percent. They found t h a t  there  i s  on an average approximately one and one- 
half  times a s  much p y r i t i c  sulfur i n  a sample as there  is  organic sult’ur. 

Macroscopic py r i t e  occurs i n  coal in ,  l )veins ,  ususl ly  thick and fi lmlike 
along ve r t i ca l  joints ,  2)lenses t h a t  a r e  extremely vsr iable  i n  shape and s ize ,  
3)nodules or ba l l s ,  4)disseminated c rys t a l s  and i r r egu la r  aggregates. 
scopic pyri te  occurs as small globules and blebs, f i ne  veinlets ,  dendrites,  
small euhedral crystals ,  c e l l  f i l l i n g s ,  and replacement plant  material .  

Micro- 

Kester, Leonard, and W i l  on (12) reported that the  mass suscept ibi l i ty  of 
cgs uni ts ,  An ther  value commonly used f o r  the 

electromgnet ic  u n i t s  per cubic 
The strength of magnetism, which can be induced in to  a mineral i s  

E; powdered py r i t e  was 4.53 x 10 
magnetic suscept ibi l i ty  of py r i t e  i s  25 x 
centimeter. 
dependent upon the  permeability of the mineral according t o  the equation. 

B = u H  
B - magnetic induction ir. gauss i n  the mineral 
u - Permeability of the mineral 
H - magnetic f i e l d  intensi ty  i n  gauss 

Therefore t h e  suscep t ib i l i t y  is: 
B/n = i + 4 , ~ ~  

K - magnetic suscep t ib i l i t y  expressed i n  electromagnetjc 
units cm/gm/sec 

I f  t he  value o f  K is posi t ive,  the mineral is  termed paramagnetic and 
experiences a force which tends t o  attract it i n  the direct ion of increasing 
mag;netic gradient. I f  K i s  negative, t he  mineral i s  diamagnetic and experiences 
a repulsive force. Ferromagnetic minerals, such as iron, experience strong magnetic 
forces i n  the direct ion of  increasing w e t i c  gradient and thus have very l a rge  
posi t ive values of  K. 
i f  the coal i s  crushed and pulverized f i n e  enough t o  l i b e r a t e  t h z  py r i t e  a good 
magnetic separation is  possible.  

Coal i s  diamagnetic (13) and pyr i t e  i s  paramagnetic. Thus, 

A recent study by Kindig and Turner (14) reported on a new process fo r  
removing py r i t i c  sulfur and ash from coal. 
iron carbonyl vapor which puts  a th in  skin of magnetic mater ia l  on t h e  py r i t e  and 
ash but does not a f f ec t  t h e  coal. 
coal low i n  sulfur  and ash and a magnetic f ract ion high i n  sulfur and ash. 

The pulverized coal  i s  t reated with 

Thus magnetic separztors yield a non-magnetic 

The coal samples u t i l i z e d  fo r  t h i s  report  were pulverized s o  thc t  90 percent 
passed through a 200 mesh sieve. 
fo r  the wet magnetic tests. 
magnetic s t a in l e s s  s t e e l  were used as the  matrix i n  the  canis ter .  For the  w e t  
magnetic t e s t s  re tent ion times of 30, 60, and 120 seconds were used fo r  one 
ser ies  and multiple passes with a re tent ion t i m e  of 30 seconds each were used f o r  
a second ser ies .  
multiple passes. 

The samples were s lurr ied at 30 percent sol ids  
Frantz screens made from t h i n  sharp ribbons of 430 

For t he  dry tests the se r i e s  were run using gravity feed with 

The coals used for  this report  were commercially mined coals i n  t h e  I l l i n o i s  
Basin. These are  Coals V and V I  from I l l i n o i s  and Indiana. The Indiana samples 
were from Warrick County i n  southern Indiana and t h e  I l l i n o i s  sam?les were from 
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Wabash and Williamson Counties. 

Table I shows the su l fu r  content of the  various samples. 

TABLE I - Content (Percent) 

coal Tota l  S u l h  
Indiana V 4.63 
Indiana VI 4.17 
I l l i n o i s  V 3.59 
I l l i n o i s  V I  1.98 

Inorganic Sulfur Organic S u l f k  
2.44 2.19 
2.20 1.97 
2.39 1.20 
1.02 0.95 

Figures 2 and 3 indica te  the  s u l h  reduction obtained with increasing 
re ten t ion  time and up t o  three  passes through the  magnet using wet separation 
methods. Figure 4 shows the  sulfur reduction obtained using a dry separation 
technique. The data shows t h a t  the  best  r e s u l t s  as far as  s u l k  reduction i s  
concerned was a t ta ined  using a s lur ry  and three  passes through the  magnet each 
with a re ten t ion  time of  30 seconds. 
obtained using both wet and dry separation methods. 

Table I1 is  a summary of the  s u l f k  reduction 

TABLE I1 - Sulf'ur Reduction (Percent) 

coal 

Indiana V 
Indiana V 
Indiana V 
Indiana V I  
Indiana VI 
Indiana V I  
I l l i n o i s  V 
I l l i n o i s  V 
I l l i n o i s  V 
I l l i n o i s  V I  
I l l i n o i s  V I  
I l l i n o i s  V I  

Total S Total S i n  Product 

4.63 3.00; 

4.63 3.78; 

4.17 2.45 
4.17 3.313 

4.63 3-30 

4.17 2 - 30, 

3.59 1.& 
3.59 2. la2 
3.59 2.87: 
1.98 1 .15  
1.98 1.29; 
1.98 1.57 

Inorganic S i n  
Product 

0.81 
1.11 
1.59 
0.10 
0.25 
1.01 
0.83 
0.99 
1.67 
0.21 
0.32 
o .61 

$Inorganic s i n  
Product 

67 
55 
25 
85 
78 
39 
65 
59 
30 
79 
69 
40 

1. Wet-three passes 2. 120 second retention 3. Dry-three passes 

One sample of Coal V from Indiana was pulverized so t h a t  90 percent of i ts  
p a r t i c l e s  passed 325; mesh and using 3 passes with 30 seconds re ten t ion  each, 93 
percent of the  py r i t i c  su l fu r  was removed. 
optimization of the  t e s t  conditions are now being car r ied  out i n  the authors 
laboratories.  In  addition t o  the  s u l k  reduction, ash reduction i s  being, 
measured. 
percent and i s  re l a t ed  t o  the  s ize  and d is t r ibu t ion  of the pyr i te  i n  the coal. 

Further t e s t s  on f ine  grinding and 

The l o s s  of coa l  i n  the magnetic f rac t ions  varied from s ix  t o  fourteen 

ECONOMICS 

Quinlan and Venhtesan (15) recently discussed the  economics of coal prepa- 
r a t ion  coal cleaning processes comparing j i g  versus heavy media plant c i r cu i t s .  
' k e  operating cost  of t h e  j i g  p lan t  was $0.85 per clean ton and fo r  t he  h;Fvy 
media c i r c u i t  $1.25 per clean ton. 
cap i t a l  cost of t he  j i g  c i r c u i t  was $6,000,000 and for  the heavy media c i r c u i t  

The capacity of  each was 500 TPH and ,,.ne 

$8,500,0oo. 

To design a cleaning c i r c u i t  to produce 500 TPH of coal would require five 
84 inch magnets. The c a p i t a l  cost  ( i n s t a l l ed )  would be approximately $8,000,000. 
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Amortization of ins ta l led  
separators over 10 years 
80,000 hrs. 
Magnet power (2000 
@26 laEd) 
-ping and Flushing 
Power (1000 @2# KWH) 
Labor 
W i n  t enanc e 
TGlYLL 

Cost per hour Cost per ton 500 TPH 
100.00 0.20 

40.00 0.08 

20.00 0.04 

15.00 
10.00 

185.00 

0.03 
0.02 
0.37 

The cost  per ton of magnetic cleaning i s  re la t ive ly  low compared with the 
other tvo methods ci ted.  
of the inorganic sulfur, the ash content of the  coal  would be subs tan t ia l ly  
reduced. A high percentage 3r <-,.he following impurities, i f  present, i n  addj t ion 
t o  pyr i te ,  would be removed magnetically because a l l  of these minerals and rocks 
have a mass suscept ib i l i ty  higher t h a n  p y r i t e  except Tor limestone: s ider i te ,  
limonite, ferrous an6 fer,E-?c su l fa te ,  limestone, c lay  and shale, and sand. 

In  addi t ion t o  t h e  poten t ia l  rexoval of 70 t o  90 percent 

Yich addi t ional  research and development work must be done t o  substant ia te  
.khc preliminary r e s u l t s  reported i n  t h i s  paper. 
i n  the  author 's  laborator ies  at  Indiana University. 
becoming the  major energy source i n  the United S ta tes  i n  t h e  foreseeable future ,  
magnetic cleaning of coal  looks as i f  it w i l l  be a viable  method of processing 
which can provide a low sulf'ur, low ash coal. 

Several s tudies  w e  underway 
With t h e  advent of coal  

CONCLUSIONS 

1. High Energy Magnetic F i l t r a t i o n  (HEW) i s  proven commercial process. 
2. Fine pulverization t o  l i b e r a t e  the  pyr i te  is  necessary before magnetic 

f i l t r a t i o n .  
3. Sijcty-live t o  ninety percent o f  the  inorganic sulfur can be removed from 

the coal  by HEMF processing a coal  s lurry.  
4. !?he estimated cost  per ton i s  lower than using a J i g  c i r c u i t  or heavy 

media c i r c u i t .  
5. The coal  product from t h e  HEME process w i l l  be r e l a t i v e l y  clean both 

from sulfur and ash content. 

REFERENCES C I T E D  

(1) Iannicel l i ,  J. "High Extraction Magnetic F i l t r a t i o n  of Kaolin Clay" Clays 
and Clay Minerals, V o l .  24, Pergamon Press (1976) pp 64-68 

(2)  Iannicel l i ,  J. "Assessment of High Extraction Magnetic F i l t ra t ion"  
Special Report-RUN-National Science Foundation (1974) 

(3) Murray, H.H. "Beneficiation of Selected i n d u s t r i a l  Minerals and Coal by 
High Intensi ty  i4agnetj.c Separation" IEEE Transactions of  Magnetics, Vol. 
MiG-12 (1976) pp 498-502 

(4)  Xurray, H.H. "High In tens i ty  Magnetic Beneficiation of Indus t r ia l  Minerals- 
A Survey" Preprint  76-H-93 Amer. Ins t .  Min. Engrs. (1976) 

( 5 )  blurray, H.H. "High In tens i ty  Ikgnetic Cleaning of Bituminous Coal" 
Proc.-National Coal Research Symposium - Louisvi l le ,  Ky., Oct. (1976) 
PP 74-81 

(6)  Siddiqui, S. "Desulfurization and Concentration of Coal" German Patent 
1,005,012 (1957) 

109 



(7)  Yurovsky, A.Z.  and Remesnikov, I.D. "Thermomagnetic Method of Concentrating 
and Desulf'urizing Coal" Coke and Chemistry, Vol. 12  (1958) pp 8-13 

(8) Perry, H. "Potent ia l  f o r  Reduction of Sulfur i n  Coal by Other Than Conventional 
Cleaning Methods" Symposium-Economics of A i r  Pollution Control, AICHE 59th 
N a t .  Meeting 1966 

(9) Kester, W .M., Jr. "Vngnetic Demineralization of Pulverized Coal" Mining 
Engring.,Vol. 17 (1965) 

(10) Kester, W.M.,  Jr. "The Effect  of High intensi ty  Magnetic Cleaning on Pulverized 
High Sulfur, Bituminous Coals" Thesis, School of Mines, West Virginia Univ. 
( 1966 1 

(11) Gluskoter, H.J .  and Simon, J .A .  "Sulfur i n  I l l i n o i s  Coals" I l l i n o i s  S ta t e  
Geol. Survey, Circular 432 (1968) 28 p. 

(12) Kester, W . M . ,  Jr., Leonard, J . W . ,  and Wilson, E.B. "Reduction of Sulfur from 
Steam Coal by Magnetic Methods" Tech. Report 31, Coal Research Bureau, 
West Virginia U n i v .  (1967) 

(13) Wooster, W.A. and Wooster, it. "Tne Magnetic Properties of Coal" Bull. British 
Coal Uti l izat ion Research Assoc. (194) 

(14) Kindig, J . K .  and Turner, R.L. "Dry Chemical. Process t o  Magnetize Pyri te  and 
Ash for Relroval from Coal" Ana Preprint  76-F-36 (1976) 

(15) Quinlan, R.M. and Venkatesan, S. "Economics of Coal Preparation" A I M 3  
p r e y i n t  76-F-108 (1976) 



S TEEL WOOL 
MATRIX ' 

CANISTER 
WALL 

TOP VIEW 

SLURRY OUT 

MAGNET STEEL, 1 7  * 

MATRIX 
ELECTRIC 

MAGNET COIL POWER 

CANISTER 

SLURRY IN * 
SIDE VIEW 

SECTION THRU MAGNET 

- 
ELECTRIC 

POWER - 
MAGNET COIL 

MAGNET STEEL 

FIG. 1-Diagraumtic Bide and Top Vlnv of FILW Unit 

111 



5.0 r 
" O L  

Control 1 2 3 
Number of  Passes 

Fig. 2 S u l f u r  c o n t e n t  a f t e r  
1, 2 and 3 p a s s e s  a t  30 seconds 
r e t e n t i o n  each  (wet) .  

5.0 r 

c 
a, 

a $ 1  

1 .o 
Control 1 2 . 3  

Number o f  Passes 

Fig .  4 S u l f u r  c o n t e n t  a f t e r  
1, 2 and 3 p a s s e s  ( d r y ) .  

E XPL AN AT I ON 

0 
Coal V, 

Warrick Co., Ind. 

A 
Coal V I ,  

Warrick Co., Ind. 

0 

Coal V, 
Wabash Co., 111. 

A 
Coal V I ,  

Williamson Co., Ill. 
Control 30 60 90 120 

Retention Time (seconds) 

1 .o 

Fig. 3 S u l f u r  c o n t e n t  w i t h  
i n c r e a s i n g  r e t e n t i o n  t i m e  (wet) * 



DESULFURIZATION OF COALS BY HIGH-INTENISTY HIGH-GRADIENT 
MAGNETIC SEPARATION: CONCEPTUAL PROCESS DESIGN AND COST ESTIMATION 
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BACKGROUND 

I t  i s  well-known t h a t  the m a i n  d i f f i c u l t y  in  increasing the u t i l i z a t i o n  of coal 
pollution problem, as the  emission level of s u l f u r  i n  the  United States  l i e s  in the 

oxides and ash par t ic les  from coal burning f a c i l i t i e s  a r e  being regulated by s t r i n a e n t  
environmental standards. Although the par t icu la te  emission s t a n d a r d  can general ly  be 
met by using e l e c t r o s t a t i c  prec ip i ta tors ,  there  apparently e x i s t s  no accepted technology 
f o r  control l ing the su l fur  oxide emissions from the f l u e  qases (28) .  Thus, there  has 
been a growing e f f o r t  recent ly  in developing ef fec t ive  and economical a1 te rna t ives  t o  
f lue  gas desulfur izat ion,  and one of the most a t t r a c t i v e  a l te rna t ives  i s  the pre- 
combustion cleaning of coal. Several new physical and chemical methods f o r  removing 
su l fur  and ash from coal pr ior  t o  i t s  combustion have already been proposed a n d  a r e  
current ly  under intensive fur ther  developments ( 4 ) .  An important physical method 
f o r  cleaning coal t h a t  appears t o  hold much promise i s  the wel l -es tabl ished m a y e t i c  
separation technique. Previous experimental invest igat ions have c l e a r l y  indicated t h a t  
most of the mineral impurities in  coal which contr ibute  t o  the  p y r i t i c  s u f l u r ,  the  
s u l f a t e  s u l f u r  and the  ash content a r e  a l l  paramagnetic. 
ash-forming minerals, i f  s u f f i c i e n t l y  l ibera ted  as d i s c r e t e  p a r t i c l e s ,  can normally 
be separated from the  pulverized diamagnetic coal by magnetic means (14,  16,  17, 31) .  
Indeed, the technical f e a s i b i l i t y  of the magnetic cleaning of coal has been demonstrated 
in a number of previous s t u d i e s ,  with substant ia l  amounts of s u l f u r  and ash removal 
reported (18, 19) .  

with the introduction 
high-gradient magnetic separation (HGMS) . 
1969 f o r  the wet cleaning of feebly magnetic contaminants from kaolon clay (9,10,22,23 
25). 
The electromagnet s t ruc ture  cons is t s  of the energizing c o i l s  and the  surrounding i ron 
enclosure. The c o i l s  i n  t u r n  enclose a cy l indr ica l ,  highly magnetized working volume 
packed w i t h  f ine  strands of s t rongly ferromagnetic packin? mater ia ls  such as  f e r r i t i c  
s t a i n l e s s  s tee l  wools. 
gauss can be generated and uniformly d is t r ibu ted  throughout the  working vol ume. 
Furthermore, because of the placement in  the  uniform f i e l d  the ferromagnetic packing 
mater ia ls  which increase and d i s t o r t  the f i e l d  in  t h e i r  v i c i n i t y ,  l a rge  f i e l d  gradients  
of the order of kilo-gauss/micron can be produced. 
c l a y ,  the  HGMS unit i s  employed i n  a batch o r c y c l i c a l l y  operated process l i k e  a f i l t e r . .  
The kaolin feed containing the  low-concentration feebly magnetic contaminants i s  pumped 
through the  s t a i n l e s s  s t e e l  wool packing or matrix of the  separator  from t h e  bottom 
while the magnet i s  on. The magnetic mater ia ls  (mags) a r e  captured and retained inside 
the separator  matrix; and the  nonmagnetic components ( t a i l s )  pass t h r o u g h  t h e  separator  
matrix and a r e  col lected as the  beneficiated products from the top of the  magnet. 
After  some time period of operation, the separator  m a t r i x  i s  f i l l e d  t o  i t s  loading 
capacity. The feed i s  then stopped and the separator  matrix i s  rinsed with water. 
Final ly ,  the magnet i s  turned o f f ,  and the  mags retained inside the separator  matrix 
are  backwashed with water and col lected.  

These sulfur-bear ing and 

During the past few years ,  the magnetic cleaning of coal has been given new impetus 

The HGMS technology was developed around 

A typical HGMS u n i t  i n  t h i s  wet appl icat ion i s  shown schematically as Figure l ( a ) .  

of a new level  of maanetic separation technology, t he  high-intensity 

With t h i s  design, an intense f i e l d  in tens i ty  u p  t o  20 k i lo-  

In the wet beneficiat ion of kaolin 

The whole procedure i s  repeated i n  a c y c l i c  
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fash ion.  I n  genera l ,  i f  t h i s  batch process i s  employed i n  o t h e r  wet a p p l i c a t i o n s  
where the magnetic m a t e r i a l s  occupy a l a r g e  f r a c t i o n  o f  t h e  f e e d  stream, t h e  down 
t ime  f o r  backwashing w i l l  be considerable,  p o s s i b l y  n e c e s s i t a t i n q  t h e  use o f  one 
o r  more back-up separa to rs .  To overcome t h i s  problem which i s  i n h e r e n t  t o  batch 
operat ions,  a con t inuous  process employina a moving m a t r i x  HGMS u n i t ,  c a l l e d  the  
Carousel separator ,  has been proposed (10, 22, 23, 25) as shown schemat i ca l l y  i n  
F igu re  l ( b ) .  A number o f  p i l o t - s c a l e  s t u d i e s  o f  t h e  wet b e n e f i c a t i o n  o f  k a o l i n  
c l a y  and i r o n  ores u s i n g  t h e  Carousel separa to r  have been repo r ted  (23 ) .  

Because o f  t he  v e r y  l o w  c o s t s  and the  ou ts tand ing  t e c h n i c a l  performance o f  
t h e  HGMS demonstrated i n  t h e  k a o l i n  a p p l i c a t i o n ,  t h e  HGMS was r e c e n t l y  adapted to  
the  removal o f  s u l f u r  and ash f rom a f i n e l y  p u l v e r i z e d  B r a z i l i a n  Coal suspended 
i n  water i n  a bench-scale e x p l o r a t o r y  s tudy (31 ) .  
u t i l i z e d  p i l o t - s c a l e  HGMS u n i t s  f o r  the d e s u l f u r i z a t i o n  and deashing o f  water s l u r r i e s  
o f  some Eastern U.S. Coals. Fo r  instance,  r e s u l t s  f rom p i l o t - s c a l e  s t u d i e s  t h a t  
demonstrated t h e  t e c h n i c a l  f e a s i b i l i t y  o f  t h e  magnetic separa t i on  o f  s u l f u r  and 
ash from water  s l u r r i e s  o f  p u l v e r i z e d  I l l i n o i s  No. 6, I nd iana  No. 5 and No. 6, and 
Kentucky No. 9/14 c o a l s  have been pub l i shed  (16, 17, 21) .  
q u a n t i t a t i v e  e f f e c t s  o f  res idence  t ime,  f i e l d  i n t e n s i t y ,  pack ing m a t e r i a l  and dens i t y ,  
s l u r r y  concen t ra t i on  and r e c y c l e  on t h e  grade and recove ry  o f  t h e  magnetic separa t i on  
o f  s u l f u r  and ash f rom water  s l u r r y  o f  p u l v e r i z e d  I l l i n o i s  No. 6 coal have been 
es tab l i shed  e x p e r i m e n t a l l y  and can be p r e d i c t e d  reasonably  by an a v a i l a b l e  magnetic 
f i l t r a t i o n  model (16, 17 ) .  Depending upon t h e  types o f  coa ls  used and t h e  separa t i on  
cond i t i ons  employed, t h e  e x i s t i n g  bench-scale and p i l o t  s c a l e  r e s u l t s  have a l ready  
shown t h a t  t he  use o f  s inq le -pass  HGMS was e f f e c t i v e  i n  reduc ing  t h e  t o t a l  s u l f u r  
by 40-55%, t h e  ash by 35-45%, and t h e  p y r i t i c  s u l f u r  by 80-90%; w h i l e  achiev inq 
a maximum recovery o f  abou t  95% (19 ) .  These a v a i l a b l e  r e s u l t s  have a l s o  i n d i c a t e d  
t h a t  both the  grade and recove ry  o f  t h e  separa t i on  can be g e n e r a l l y  enhanced wi th  the 
use o f  l a r g e r  s e p a r a t o r  m a t r i x  o r  by the r e c y c l e  o f  t h e  t a i l  products .  
rev iew o f  t h e  r e p o r t e d  r e s u l t s  on t h e  magnetic c l e a n i n g  o f  p u l v e r i z e d  coa ls  i n  water 
s l u r r i e s  can be found i n  t h e  l i t e r a t u r e  (18,19). An impor tan t  p o i n t  t o  be made 
here i s  t h a t  these p u b l i s h e d  da ta  and o t h e r  r e c e n t  analyses (3,4,7,19,24,29,30) 
have i n d i c a t e d  t h a t  a s i a n i f i c a n t  p o r t i o n  o f  t h e  U n i t e d  S ta tes  coal  reserve,  low 
enough i n  o r g a n i c  s u l f u r ,  can be magne t i ca l l y  cleaned f o r  use as an env i ronmen ta l l y  
acceptable, low s u l f u r  f u e l .  It has been es t ima ted  t h a t  a t o t a l  o f  100 m i l l i o n  
s h o r t  tons o f  U.S. c o a l s  p e r  y e a r  may be m a g n e t i c a l l y  cleaned. Th is  amounts t o  
ove r  17% o f  the t o t a l  U.S. p r o d u c t i o n  p e r  y e a r  (19) .  Although t h e  e x i s t i n g  data 
have n o t  y e t  e s t a b l i s h e d  t h e  t o t a l  deashing by magnetic means, t h e r e  a re  some 
i n d i c a t a t i o n s  t h a t  by o p t i m i z i n g  t h e  separa t i on  c o n d i t i o n s ,  and enhancing the  magnetism 
o f  ash-forming m i n e r a l s ,  e t c . ,  f u r t h e r  improvement i n  the  e f fec t i veness  o f  magnetic 
separat ion o f  ash f rom coal  can be made (19 ) .  

HGMS technique c o u l d  se rve  as a s i g n i f i c a n t  ad junc t  t o  coa l  l i q u e f a c t i o n  processes. 
I n  p a r t i c u l a r ,  t h e  t e c h n i c a l  f e a s i b i l i t y  o f  adapt ing t h e  HGMS as an a l t e r n a t i v e ,  
e f f e c t i v e  m ine ra l  r e s i d u e  separa t i on  method as compared t o  t h e  convent ional  p recoa t  
f i l t r a t i o n  i n  t h e  s o l v e n t  r e f i n e d  coal  (SRC) process has a l ready  been demonstrated 
i n  t h e  bench-scale, e x p l o r a t o r y  s tudy  done a t  Hydrocarbon Research, I nc .  (HRI). The 
HGMS was e f f e c t i v e  i n  removing up t o  90% o f  t h e  i n o r q a n i c  s u l f u r  f rom the  l i a u e f i e d  

.SRC f i l t e r f e e d  s l u r r y  of I l l i n o i s  No. 6 coa l ,  and about h a l f  o f  t h e  experimental runs 
conducted by HRI i n d i c a t e d  over  87% i n o r g a n i c  s u l f u r  removal (8,19,26). I n  general,  
t he  work done by H R I  showed t h a t  t h e  HGNS was l e s s  e f f e c t i v e  i n  ash removal, b u t  d i d  
remove 25 t o  35% o f  t h e  ash. Q u i t e  r e c e n t l y ,  a p i l o t - s c a l e  HGMS system f o r  the 
removal o f  m ine ra l  r e s i d u e  from t h e  l i q u e f i e d  coa l  has been designed and cons t ruc ted  
by the  authors (17) .  T y p i c a l  r e s u l t s  from experiments conducted w i t h  the  l i q u e f i e d  
SRC f i l t e r  feed s l u r r y  o f  Kentucky No. 9/14 coa l  have been q u i t e  encouraaing. 

Other  i n v e s t i g a t o r s  l a t e r  

I n  p a r t i c u l a r ,  t he  

F u r t h e r  d e t a i l e d  

Recent s t u d i e s  (8,16-19, 26) have a l s o  suggested t h a t  coa l  c l e a n i n g  by t h e  
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indicat ing tha t  the HGMS could reduce the  t o t a l  s u l f u r ,  ash and p y r i t i c  s u l f u r  
contents by as h i g h  as 70, 76 and 95%, respect ively.  
above bench sca le  and p i lo t - sca le  invest igat ions have a l so  showed t h a t  an even 
greater  deashing of the l iquefied SRC f i l t e r  feed can be achieved by improved 
separation conditions. 
technical implications can be found in  the  l i t e r a t u r e  (19,26). Furthermore, a 
c lose  examination of the inherent physical and chemical c h a r a c t e r i s t i c s  of the 
hydrogenated product pr ior  t o  the f i l t r a t i o n  s tep  i n  t h e  SRC and o ther  re la ted  
l iauefact ion processes wil l  indicate  t h a t  the  HGMS m y  be developed as a prac t ica l ly  
appl icable  mineral res idue separation method. 
reaction will generally reduce a major  portion of the p y r i t i c  s u l f u r  t o  the  hiphly 
magnetic pyrrhot i te ;  and the sulfur-bear ing and ash-forming minerals tend t o  be 
more eas i ly  l iberated from the dissolved organic components in  the  f i l t e r  feed 
s lur ry  when compared t o  the case of pulverized coal suspended i n  water. 
the  typical  mean p a r t i c l e  s i z e  o f  the  SRC f i l t e r  feed sample i s  often l e s s  t h a n  
5 microns, which d ic ta tes  the use o f  methods capable of  handling micron-size 
mater ia ls  l i k e  the  HGMS. All of these fac tors  seem t o  suggest t h a t  t h e  s i g n i f i c a n t  
potent ia l  of u t i l i z i n g  the HGMS f o r  removing t h e  mineral residues from l iquef ied  coal .  
For cer ta in  types of coals ,  i t  has been pointed o u t  t h a t  even without f u r t h e r  
enhancement of the magnetic removal of ash, the magnetically cleaned SRC would be 
acceptable f o r  use as  a feed t o  boi lers  which already have e l e c t r o s t a t i c  prec ip i ta tors  
(34) .  This follows because the  cos t  of so l id- l iqu id  separat ion in  coal l iquefac t ion  
i s  generally subs tan t ia l ,  and the moderately low-ash SRC should be less  expensive 
(2,26, 34). 
of l iquefied coal based on the  laboratory data obtained by HRI seems t o  support t h i s  
observation ( 2 6 ) .  

f e a s i b i l i t y  of the magnetic desulfur izat ion of both wet and l iquefied coals  h a s  
been well es tabl ished.  Recently, there  have been several estimates of the costs  of 
magnetic desulfur izat ion reported in  the  l i t e r a t u r e  (9,20,21,24,26,31). 
of the simplifying assumptions involved as well as the technical  performance specif ied 
and the estimation methods used i n  these analyses ,  however, most of them seem t o  be 
somewhat approximate i n  nature. 
s tud ies  of su l fur  and ash removal from both wet and l iquefied coals by t h e  HGMS 
a r e  used t o  design conceptual processes f o r  magnetic desulfur izat ion of coa ls .  
Estimates of magnetic desulfur izat ion c h a r a c t e r i s t i c s  and conceptual process 
requirements, as well a s  i n s t a l l a t i o n  and processing cos ts  a r e  determined. In 
p a r t i c u l a r ,  the extents  t o  which the  processing conditions can a f f e c t  the  magnetic 
desulfur izat ion cos ts  a re  t o  be examined. 
on the possible impact of fu ture  process improvements. 
compared w i t h  other  approaches t o  the desulfur izat ion of coals (2 ,4 ,15,27,33) .  

Available data  from the 

A de ta i led  discussion of these r e s u l t s  along with t h e i r  

I t  i s  known t h a t  the hydroqenation 

Furthermore, 

Indeed, a preliminary cost  estimation of the  magnetic desulfur izat ion 

The preceding discussion has indicated t h a t  the  s c i e n t i f i c  and technical  

Because 

In this paper, t h e  l a t e s t  data  from p i l o t - s c a l e  

The l a t t e r  wi l l  provide some indicat ions 
F ina l ly ,  the  r e s u l t s  are  

MAGNETIC DESULFURIZATION OF COAL/WATER SLURRY: PROCESS AND COSTS 

A conceptual process f o r  the magnetic desulfur izat ion of pulverized coal 
suspended in water by the HGMS i s  shown schematically in Figure 2 .  
of a f ixed concentration i s  prepared f i r s t  by mixing known amounts of pulverized 
coa l ,  water and a dispersant  (wetting agent) l i k e  Alconox. 
here i s  the  la rges t  commercial u n i t  now in use f o r  producing h i g h  qua l i ty  paper 
coating clays.  
in  an open volume of 7-fOOt in  diameter and 20-inch i n  length.  
separator  matrix of 94% v o i d  i s  placed in the open volume. 
through the energized separator  matrix a t  a f ixed residence time (flow ve loc i ty)  
unt i l  the  matrix reaches i t s  loading capaci ty .  
sen t  to  a s e t t l i n g  pond o r  a c l a s s i f i e r  f o r  recovering water f o r  re-use. 
a r e  co l lec ted ,  dewatered and dr ied.  

A coal s l u r r y  

The HGMS u n i t  employed 

I t  i s  operated a t  a f ixed f i e l d  i n t e n s i t y  o f  20 kilo-Fauss generated 
A s t a i n l e s s  s tee l  wool 

The coal s l u r r y  i s  pumped 

After r inse  with water, the  mags a re  
The t a i l s  
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By removing 80 t o  90% of t h e  p y r i t i c  s u l f u r  magnetically and achieving a 
recovery o f  85 t o  90% as was demonstrated from the r e s u l t s  of reported s tudies  
of magnetic desu l fur iza t ion  of pulverized coals in water s l u r r i e s  (16-19,21 ,31) ,  the  
process can be used f o r  t h e  cleaning of about one- f i f th  of the recoverable U.S. coals 
with a low organic s u l f u r  content of 0.7 t o  0.9 W t %  as an environmentally acceptable 
f u e l .  A detai led documentation of the  reserve and production of U.S. coals which 
may be magnetically c leanable  t o  1 W t %  t o t a l  s u l f u r  according t o  the Seam, d i s t r i c t  
and county in each s t a t e ,  along with the  t o t a l  and organic s u l f u r  contents  can be 
found in  the l i t e r a t u r e  ( 7 ) .  Here, a reasonable range of add-on costs  (excluding 
those f o r  grinding, dewatering and drying) can be estimated f o r  the  wet maqnetic 
cleaning o f  coal s l u r r i e s  designed t o  achieve the  s imi la r  desulfur izat ion 
charac te r i s t ics  as  reported i n  the  recent s tud ies  (16-19,21,31). The method used 
f o r  estimating t h e  costs  of magnetic desulfur izat ion was based on the  technique 
employed by the Federal Power Conmission Synthetic Gas-Coal Task Force in t h e i r  
repor t  on synthet ic  gas ( 2 , 5 ) .  The investor  c a p i t a l i z a t i o n  method used i n  t h i s  
approach was the discount cash flow (DCF) financing method with assumed DCF ra tes  of 
re turn such as 15% a f t e r  tax. 
revenue during the  plant  l i f e  which will generate a DCF equal t o  the t o t a l  capi ta l  
investment f o r  t h e  plant .  Several major assumptions were included i n  the method 
(2 ,5 ) :  ( a )  The plant  l i f e  was assumed t o  be 20 years  w i t h  no cash value a t  the end 
of l i f e .  ( b )  A s t r a i g h t - l i n e  method was used t o  ca lcu la te  the annual depreciation. 
( c )  Operating cos ts  and working capi ta l  requirements were assumed t o  be constant 
during the plant  l i f e .  
of  cap i ta l  durinq the construct ion period and 100% equity capi ta l  was assumed. 
( e )  Total plant investment, re turn on investment during the plant  l i f e  and working 
capi ta l  were t rea ted  as c a p i t a l  costs  in year  zero (the year  ending with the completion 
of s ta r t -up  operat ions) .  ( f )  Star t -up costs  were t rea ted  as  an expense in  year  zero. 
( 9 )  48% federal income t a x  was assumed. Based on these  assumptions, equations f o r  
calculat ing the uni t  cos ts  ( $  per ton coal processed annually) can be suggested from 
t h e  referenced documents (2 ,5) .  
f u r t h e r  cost information used i n  the  present estimation is q i v e n .  Note t h a t  the 
cos ts  of major i n s t a l l e d  equipments and the uni t  cos ts  l i s t e d  i n  Table 1 were based on 
t h e  values o f  June 1976. For  ins tance ,  the costs  o f  pump and tank used were estimated 
f i r s t  accordinq t o  reference 6 and then brouqht them u p  to  date  by multiplying a C E  
p lant  cost  index r a t i o  of (205/113.6); while the cos t  of the  i n s t a l l e d  HGMS u n i t  with 
a separator matrix of 7-foot diameter and 20-inch length was estimated t o  be 1.936 
mil l ion ( 1 1 ) .  

The estimated capi ta l  investments and uni t  cos ts  f o r  four  typical  cases ,  designed 
a s  A - D ,  a re  summarized i n  Table 2.  Slurry ve loc i t ies  of 2.61 and 4.0 cm/sec, s lur ry  
concentrations o f  15,25 and 35Wt%, as well as separat ion duty cycles from 59.0 
t o  77.9% have been considered. These separat ion conditions a r e  s imi la r  t o  those used 
i n  the  l a t e s t  p i lo t - sca le  invest igat ions reported (16-19,21,31). The resu l t s  shown 
i n  t h i s  table  c lear ly  i l l u s t r a t e  the  e f f e c t s  of s l u r r y  veloci ty  and concentration, as 
well a s  separation duty cycle .  For instance,  t h e  comparison of cases A-C shows 
t h a t  a t  the same s lur ry  ve loc i ty  and s imilar  magnetic desulfur izat ion charac te r i s t ics ,  
t h e  higher the s l u r r y  concentrat ion,  the cheaper will be the  investment a n d  un i t  costs .  
While t h i s  observation i s  t o  be expected, i t  i s  worthwhile t o  mention t h a t  there  have 
been p i lo t - sca le  t e s t i n g  data  which ind ica te  the f a c t  t h a t  increasing the s lur ry  
concentration o f  pulverized I l l i n o i s  No. 6 coal from 2.57 t o  28.4 W t %  did n o t  appreciably 
change the grade a n d  recovery o f  the  separat ion.  
condi t ions,  a s  well as  operat ing and cos t  f a c t o r s ,  e t c .  on  the uni t  costs  a re  i l l u s t r a t e d  
i n  Table 3. 
per cycle  r e l a t i v e  t o  a f ixed  amount of s t a i n l e s s  s t e e l  wools packed in  the separator  
matrix, a reduction of t h e  uni t  cost  by about 15% can be achieved. This r e s u l t  shows 
the  importance of the separa tor  matrix loading c h a r a c t e r i s t i c s  on the  costs  Of 
maqnetic desulfur izat ion.  
i s  the  washing time required in a complete separat ion cycle .  This can be i l l u s t r a t e d  
by comparing items 4 and 6 i n  Table 3. I n  p a r t i c u l a r ,  the computed r e s u l t s  indicate  

This method e s s e n t i a l l y  determines the  annual 

(d)  The current  value of  the  investment included the cos t  

They a r e  summarized in  Table 1 ,  in which some 

Further e f f e c t s  of processing 

I t  i s  seen from the t a b l e  tha t  by doubling the amount of coal processed 

Another f a c t o r  which a f f e c t s  the u n i t  costs  considerably 
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t h a t  doubling the amount of washing water required only leads t o  a negl ig ib le  increase 
(0.27 t o  0.60 % )  in unit costs .  However, i f  b o t h  the amounts of washing water and the 
washing time are  doubled, the  uni t  costs  a r e  increased by about 15%. 
observations c lear ly  suggest the important economic incent ive f o r  f u r t h e r  p i lo t - sca le  
invest igat ions of the  separator  matrix loading and washing charac te r i s t ics  in  the  
magnetic desulfur izat ion of coal/water s l u r r y .  F ina l ly ,  item 7 of Table 3 shows t h a t  
labor  cost  seems t o  be a s i g n i f i c a n t  f rac t ion  of t h e  u n i t  cos t .  
not expected tha t  the labor  requirement i s  t o  be doubled i n  actual commerical pract ice  
from the nominal case in  Table 2.  
the  commercial cleaning of kaolin c lays  by the HGMS indica te  t h a t  the labor  requirements 
i n  both operation and maintenance a r e  minimum (9,23) .  

I n  Table 4 ,  the estimated costs  of magnetic desu l fur iza t ion  a r e  expressed i n  terms 
Of t h e  capi ta l  and uni t  cos ts  per ton coal processed annually, and compared with the 
r e s u l t s  of t h i s  study. 
estimates for  kaolin benefication by t h e  A t  a residence 
time Of 0.5 minute, the coal feed r a t e  t o  a commercial HGMS u n i t  of a separator  
matrix of 7-foot diameter and 20-inch length was s e t  a t  100 tons per h o u r  by Murray. 
This r a t e  appears t o  be higher than t h a t  expected in the commercial p rac t ice .  
addi t ion ,  the costs  of labor  a n d  maintenance per HGMS u n i t  were estimated by Murray t o  
be 1 and 2 $ per hour, respect ively.  
those reported in reference 9. Consequently, the cos ts  estimated by Murray shown 
in  Table 4, especial ly  the uni t  cos t  Uo (0.37$ per ton processed annual ly) ,  a r e  
believed t o  be lower than the  actual cos ts .  Next, while the costs  estimated by 
Oder ( 2 4 )  seem t o  be r e l a t i v e l y  comparable t o  those obtained i n  this  s tudy,  i t  
appears t o  be d i f f i c u l t  t o  ident i fy  c lear ly  the differences in  b o t h  es t imates .  
follows because the spec i f ic  d e t a i l s  regardinq the cos ts  of major i n s t a l l e d  equipments, 
cycle  time, and washing time, e t c .  were not reported in reference 24. 
cos ts  estimated by Trindade (31) a r e  a l so  believed t o  be lower than the actual  cos ts .  
Note t h a t  in the cost  estimation by Trindade, the Carousel separator  was taken as the 
desired HGMS uni t ,  although there  have n o t  y e t  been any t e s t i n g  data reported o n  the 
magnetic desulfur izat ion of coal/water s l u r r y  using the Carousel separator .  Only 
the separator  cost  was included as  the capi ta l  cos t  i n  t h e  analysis  by Trindade, and i t  
was about one-half of the cos t  of i n s t a l l i n g  an equivalent  cyc l ic  HGMS uni t .  
led t o  the re la t ive ly  low capi ta l  investment per ton coal processed, 0.82 t o  1.64 6, 
estimated by Trindade a s  shown in Table 4 .  
estimation method used by Trindade will general ly  lead t o  lower u n i t  c o s t s .  
instance,  by using Trindade's method, the u n i t  cos t  U obtained i n  t h i s  work a t  a 
s l u r r y  veloci ty  of 2.61 cm/sec shown i n  Table 4 wil l  !e decreased from 1.06 t o  0.85 $ 
per ton coal processed annually. 

An approximate comparison of estimated capi ta l  and uni t  costs  of d i f f e r e n t  
p y r i t i c  su l fur  removal processes current ly  under a c t i v e  developments (1,4,15,33) i s  
given in Table 5. With the exception of t h e  MAGNEX process ( 1 5 ) ,  a l l  the approaches 
l i s t e d  in Table 2 a r e  wet processes, thus requir ing r e l a t i v e l y  comparable dewatering 
and drying costs .  This t a b l e  ind ica tes  t h a t  the cos ts  of wet magnetic desulfur izat ion 
by the HGMS apparently appear t o  be a t t r a c t i v e  when compared t o  those of o ther  
approaches, even a f t e r  adding the necessary costs  o f  grinding,  dewatering and drying. 
However, i t  should be emphasized t h a t  the  above comparison i s  only an approximate one, 
because of the difference in  the methods used in estimatinq the  costs  and  i n  the 
desulfur izat ion charac te r i s t ics  reported, e t c .  Based on the  ava i lab le  cos t  information 
on these p y r i t i c  su l fur  removal processes (1 ,4 ,15,33) ,  i t  i s  not ye t  possible  t o  carry 
o u t  a rigourous comparison. 

The above 

Fortunately,  i t  i s  

This follows because t h e  ex is t ing  experience i n  

The costs  given by Murray (21) were based on the  ex is t ing  cos t  
HGMS given in reference 9. 

In 

These costs  a l s o  appear t o  be lower than 

This 

F ina l ly ,  the 

This 

I t  may also be noted t h a t  the  cost  
For  

MAGNETIC DESULFURIZATION OF LIQUEFIED COAL: PROCESS AND COSTS 

A flow diagram f o r  the conceptual process f o r  removina the  mineral residue from 
the l iquefied SRC by the HGMS i s  shown i n  Figure 3. The HGMS uni t  used here i s  the 
same comnercial separator  employed in the desulfur izat ion of coal/water s l u r r y .  The 
magnetic desulfur izat ion of the l iquefied SRC i s  t o  be conducted a t  e levated temperature 
t o  reduce the viscosi ty  of the coal s l u r r y .  Furthermore, the packed s t a i n l e s s  s t e e l  
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wool m a t r i x  i s  a l s o  t o  be heated up t o  t h e  d e s i r e d  s e p a r a t i o n  temperature d u r i n g  
opera t ion .  The e l e v a t e d  temperature i n  t h e  m a t r i x  w i l l  p revent  t h e  coa l  s l u r r y  
from congea l ing  and p l u g g i n g  t h e  m a t r i x .  
p o r t i o n  o f  t h e  m a t r i x  from t h e  magnet w ind ings .  The i n s u l a t e d  m a t r i x  i s  f u r t h e r  
surrounded by a water  j a c k e t .  These p r o v i s i o n s  f o r  heat ing ,  i n s u l a t i n g  and c o o l i n g  
t h e  separa tor  m a t r i x  s l i g h t l y  reduce t h e  a c t u a l  work ing  volume o f  s e p a r a t o r  m a t r i x  
f rom 7 - foo t  t o  6 '10 "  i n  d iameter .  I n  a c t u a l  s e p a r a t i o n  runs ,  t h e  u n f i l t e r e d  
l i q u e f i e d  SRC i s  pumped th rough t h e  energ ized separa tor  a t  a cons tan t  f l o w  r a t e  u n t i l  
t h e  separa tor  m a t r i x  reaches i t s  l o a d i n g  l i m i t .  A f t e r  r i n s e  w i t h  a process 
generated s o l v e n t ,  t h e  m a t r i x  i s  backwashed w i t h  t h e  same s o l v e n t  w i t h  the  magnet 
de-energized. The mags a r e  s e n t  t o  a hydroc lone separa tor .  The o v e r f l o w  from the  
hydroclone i s  r e c y c l e d  back t o  t h e  wash s o l v e n t  t a n k  f o r  re-use; w h i l e  t h e  underf low 
i s  sent  t o  an evapora tor  t o  recover  t h e  s o l v e n t ,  and t h e  res idua l  s o l i d s  a r e  packed 
f o r  o t h e r  uses. The t a i l s  f rom t h e  s e p a r a t o r  a re  s e n t  t o  a vacuum column t o  recover 
t h e  s o l v e n t  f o r  process r e c y c l e  and t h e  vacuum bottom i s  s e n t  t o  a p roduc t  c o o l e r  t o  
produce t h e  s o l i d i f i e d  SRC. 

and m a t r i x  l o a d i n g  observed by H R I  f o r  s l u r r y  v e l o c i t i e s  v a r i e d  f r o m  0.25 t o  14.0 
cm/sec ( 8 ) .  
those s l u r r y  v e l o c i t i e s  a r e  summarized as t h e  f i r s t  t h r e e  rows o f  Tab le  6. Note 
t h a t  accord ing  t o  t h e  survey o f  t h e  s u l f u r  r e d u c t i o n  p o t e n t i a l  o f  455 U.S. coa l  samples 
conducted by t h e  Bureau o f  Mines, t h e  average t o t a l  and i n o r g a n i c  s u l f u r  con ten ts  
a re  3.02 and 1.91 W t % ,  r e s p e c t i v e l y  ( 3 ) .  Thus, i f  t h e  hydrogenat ion  s t e p  i n  
t h e  SRC and o t h e r  r e l a t e d  l i q u e f a c t i o n  processes can remove 70% o f  t h e  organ ic  s u l f u r ,  
a r e d u c t i o n  o f  t he  i n o r g a n i c  s u l f u r  c o n t e n t  by  about 67% a f t e r  t h e  hydrogenat ion w i l l  
be s u f f i c i e n t  f o r  p roduc ing  a SRC w i t h  an emiss ion  l e v e l  s m a l l e r  than 1.20 l b  SO / 
m i l l i o n  But, assuming t h a t  t h e  SRC has a h e a t i n g  va lue  o f  16,000 B t u / l b .  By us i zg  t h e  
same method f o r  cos t  e s t i m a t i o n  summarized i n  Table 1 w i t h  t h e  except ion  of r e p l a c i n g  
t h e  d i s p e r s a n t  by steam w i t h  a nominal c o s t  o f  2$/1000 l b ,  t h e  es t imated  c a p i t a l  
investments and u n i t  c o s t s  f o r  t h e  conceptual  process a r e  presented i n  Tab le  6. 
Here, the  c o s t s  o f  majored i n s t a l l e d  equipments have i n c l u d e d  those o f  t h e  HGMS u n i t ,  
wash s o l v e n t  tank ,  f e e d  surge tank, f e e d  pump, f l u s h  pump and evaporator,  e t c .  I n  
Table 7, t he  e f f e c t  o f  steam p r i c e  on t h e  u n i t  c o s t  Up o f  magnetic d e s u l f u r i z a t i o n  of 
l i q u e f i e d  coa l  i s  i l l u s t r a t e d .  I t  i s  seen t h a t  d o u b l i n g  t h e  steam p r i c e  w i l l  i nc rease 
t h e  u n i t  c o s t  Uo by 3 t o  32% i n  t h e  range o f  s l u r r y  v e l o c i t i e s  considered. A S  steam 
i s  ma in ly  used i n  t h e  process i n  c o n j u n c t i o n  w i t h  t h e  evapora tor  f o r  r e c o v e r i n g  
t h e  wash s o l v e n t ,  t h i s  comparison a l s o  i m p l i e s  t h a t  t h e  h i g h e r  t h e  process throughput,  
t h e  more expensive w i l l  be t h e  o p e r a t i n g  c o s t  f o r  s o l v e n t  recovery.  F i n a l l y ,  an 
approximate comparison o f  t h e  c a p i t a l  investments and u n i t  cos ts  o f  severa l  s o l i d -  
l i q u i d  s e p a r a t i o n  methods, i n c l u d i n g  precoat  f i l t r a t i o n ,  c e n t r i f u g a t i o n ,  s o l v e n t  
p r e c i p i t a t i o n  and HGMS, i s  g i v e n  i n  T a b l e  8 ( 2 ) .  T h i s  t a b l e  shows t h a t  a l though the  
precoat  f i l t r a t i o n  and t h e  s o l v e n t  p r e c i p a t i o n  can g e n e r a l l y  meet t h e  s t r i n g e n t  
environmental  standards f o r  bo th  s u l f u r  and ash, t h e  cos ts  o f  these methods,are more 
expensive t h a n  those f o r  the.HGMS. 
f o r  us ing  t h e  m a g n e t i c a l l y  c leaned SRC as a feed t o  b o i l e r s  which a l r e a d y  have 
e l e c t r o s t a t i c  p r e c i p i t a t o r s .  Obv ious ly ,  a d d i t i o n a l  development work i s  needed t o  
firmly suppor t  t h i s  o b s e r v a t i o n .  

I t  i s  a l s o  necessary t o  i n s u l a t e  t h e  heated 

The conceptual  p rocess  i s  designed t o  ach ieve  t h e  same e x t e n t s  o f  i n o r g a n i c  s u l f u r  

The s p e c i f i c  magnet ic d e s u l f u r i z a t i o n  c h a r a c t e r i s t i c s  corresponding t o  

Thus, t h e r e  seems t o  be some economic i n c e n t i v e  

CONCLUSIONS 

I n  t h i s  paper, t h e  l a t e s t  d a t a  f rom p i l o t - s a c l e  s t u d i e s  o f  s u l f u r  and ash removal 
from bo th  p u l v e r i z e d  c o a l s  suspended i n  water s l u r r i e s  and l i q u e f i e d  SRC coa l  by t h e  HGMS 
haye beeo=used t o  d e s i g n  conceptual  processes f o r  t h e  d e s u l f u r i z a t i o n .  
magnet ic d e s u l f u r i z a t i o n  c h a r a c t e r i s t i c s  and conceptual  process requirements,  as we l l  as 
i n s t a l l a t i o n  and process ing  c o s t s  have been determined. 
magnetic d e s u l f u r i z a t i o n  appears t o  be a t t r a c t i v e  when compared t o  o t h e r  approaches f o r  
t h e  d e s u l f u r i z a t i o n ,  i n  terms o f  c o s t s  and performance. 

Est imates of 

The r e s u l t s  i n d i c a t e  t h a t  t he  
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Table 1 

Basis f o r  Estimating the U n i t  Costs o f  
Magnetic Uesui tur izat ion o t  Loai/water blurry @,5,6,11) 

A. Investment Costs: 

1 .  Costs of Major Ins ta l led  Equipments: 
HGMS u n i t ,  pump,  tank,  e t c .  

2 .  Add 20% Continqency 
Total Investment, I $ 

B. Operating Costs: 

1 .  Dispersant (576/1 b) 
2 .  E lec t r ic  Power ( Z Q / K W H )  
3. Water (3t/100Dgal) 
4. Operating Labor (men/shift x 8304 man-hourslyear x 6.5$/man-hour) 
5. Maintenance Labor (1.5% of investment c o s t )  
6. Supervision (15% of operat ing and maintenance labor  cos ts )  
7.  Operating Supplies (30% o f  operating labor  'cost) 
8. Maintenance Suoplies (1.5% o f  investment c o s t )  
9. Local Taxes and' Insurance (2.7% of investment c o s t )  

Annual Net Operating Cost, N $ 
Coal Processed Annually, G tons 

C. U n i t  Costs ( $/ton coal processed annually): 

1 .  Based on 0% DCF Rate of Return, Uo = (N+0.05I)/G 
2. Based on 15% DCF Rate o f  Return, 
3. Based on Capital Amortization over 

20 Years a t  10% I n t e r e s t  Rate, 

U15 = (N+0.34749I)/G 

U = (N+0.117461)/6 



Table 2 

1. 
2. 
3. 
4. 
5. 
6. 

7. 

8 .  

Cost o f  Desulfurization o f  CoallWater Slurry by HGMS 
Using Separator Matrix of 7-FOOt Diameter and 20-Inch Length_ 

Case A Case B Case C Case D - -__ - -- 
Slurry Velocity, cm/sec 2.61 2,61 2.61 4.0 
Slurry Concentration, Wt% 15 25 35 25 
Coal Feed Rate, ton/hr 44.77 66.13 83.07 89.61 
Cycle Time, minute 9.00 6.10 4.85 4.50 
Duty Cycle, % 77.9 67.4 59.0 59,6 
Tons o f  Coal Processed 
Per Cycle 4 03 403 403 403 
Unit Costs, $ Per Ton 
Coal Processed Annually 

U 2.083 1.401 1.109 1.067 

"0 1.802 1.063 0,858 0.829 

"1 5 3,676 2.479 1.967 1.880 
Capital Investment Per 
Ton Coal Processed 
Annually, $ 6.93 4.69 3.73 3.53 

Basis: 

(1) Amount of coal processed per cycle=7 times weight of stainless steel wool 

(2)  Amount of rinse water required per cycle=1.5 times volume of separator matrix 

( 3 )  Amount of wash water required per cycle=7 times volume of separator matrix 
( 4 )  Velocity of rinse water=velocity of  coal slurry 
(5) Washing time=l minute 
( 6 )  Time for energizing the magnet=0.5 minute 

(7) Labor required=Z men per shift 
(8) Amount of dispersant required=lO ppm 



Table 3 

1 .  

2. 

3. 

4. 

5. 

6 .  

7. 

S e n s i t i v i t y  Analysis o f  U n i t  Costs ( $  Per Ton Coal Processed Annually) 
of Desulfurization of  Coal/Water Slurry by HGMS 

"0 "1 5 
%Change % Change 

0.00 2.4117 0.00 
Basis: 2.61 cm/sec, 25 Wt% 
s lu r ry ,  and o t h e r  conditions 1.0628 
i n  Tables 1-2. 

Amount of Coal Processed 
Per Cycle Doubled " 0.9004 

25% Reduction i n  Capital 0.9389 
Investment 

Amount of  Washing Water 1.0691 
Requi red Doubled 
(Washing Time Unchanged) 

Cost of Water Increased 1.0835 
5 /3  Times (5t/1000gal) 

Both Amounts of  Washing 1.2256 
Water and Washing Time 
Doubled 

Labor Requirement Doubled 1.3587 

-15.28 2.0341 -1 5.66 

-11.66 1.9506 -19.12 

t0 .60 2.4181 t0.27 

t1 .95 2.4324 +0.86 

t15.32 2.7883 +15.62 

t27.82 2.7077 +19.12 
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Table 5 

Approximate Comparsion o f  Estimated Capital and 
U n i t  Costs ( $  Per Ton Coal Processed Annually) 
o f  Different  P y r i t i c  Sulfur  Removal Processes 

( $  Per Ton Coal Processed Annual l y )  

Process U -  " 

1. 

2. 

3. 

4. 

5. 

MAGNEX-Hazen 5.83 
Reserach, Inc. (15) 

Froth Flotat ion-  2.77 
Bureau o f  Mines (15) 

Systems and Energy 

Ledgemont Oxygen Zomparable 
Leaching- Kennecott t o  Meyers 
Copper Corporation 

HGMS-This Work, 0.83-1.06 
See Table 2 

Meyers- TRW 6.00-14.00 

(33) 

(1 )  

U,F,  Capital Investment - 
7.05 4.17 

4.47 5.71 

13.80 
(leaching only) 

11.30 
(leaching only)  

1.88-2.48 3.53-4.69 
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Table 6 

Costs of Desulfurization of Liquefied Coal by HGMS 
Using Separator Matrix of 6'10"-Diameter and ZO"-Leng th  

1 .  Slurry Velocity, 
cm/ sec 

2 .  Apparent % 
Pyr i t i c  Sulfur 
Removal 

3. Cycle Time, 
Minute 

4. Duty Cycle, 

5. Tons of Liquefied 
Coal Processed 
Per Cycle 

6.  F i l t r a t ion  Rate 
Based on Actual 
F i l t e r ing  Time, 
GPMI f t 2  

% 

7. U n i t  Costs, $ 
Per Ton Coal 
Processed Annually 

UO 

u15 

U 

8. Capital Investment 
Per Ton Coal 

0.25 

90 

45.86 

85.8 

22.52 

3.74 

6.58 

15.65 

8.64 

Processed Annually, 
$ 30.5 

1.60 

87 

9.15 

74.9 

24.71 

23.56 

1.45 

3.31 

1 .a7 

6.26 

2.71 

78 

5.84 

66.3 

23.63 

39.91 

1.10 

2.53 

1.42 

4.79 

2.71 

74 

11.33 

82.6 

57.21 

39.91 

0.76 

1.80 

1 .oo 

3.49 

5.42 

67.7 

4.32 

59.3 

31.48 

79.82 

0.67 

1.54 

0.87 

2.89 

14.0 

66.4 

2.39 

33.5 

25.25 

206.2 

0.61 

1.37 

0.79 

2.53 
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Tab le  7 

E f f e c t  o f  Steam P r i c e  on t h e  U n i t  Cost f o r  D e s u l f u r i z a t i o n  o f  
L i q u e f i e d  Coal by HGMS 

S1 u r r y  
V e l o c i t y ,  
cm/sec 

0.254 

2.71* 

2.71** 

5.42 

14.00 

Uni t  Cost Uo,$ Per Ton 
L i q u e f i e d  Coal Processed 
A n n u a l l y  

Case A Case B 

6.580 6.600 

1,100 1.311 

0.763 0.850 

0.670 0.836 

0.614 0.81 1 

% I n c r e a s e  
from Case A 
t o  Case B 

3.0 

30.0 

11 .o 
25.0 

32.0 

Case A :  Steam P r i c e  = 2 $ / lo00 l b .  

Case B:  Steam P r i c e  = 4 $ / l o 0 0  l b .  

* Amount o f  L i q u e f i e d  Coal Processed Per Cyc le  = 23.63 Tons 

** Amount o f  L i q u e f i e d  Coal Processed Per Cycle=57.21 Tons 

=25.83 Times o f  S t a i n l e s s  Stee l  Wool Weight. 

=62.53 Times o f  S t a i n l e s s  S tee l  Wool Weight. 
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Tab le  8 

Method 

1. Rotary  Drum 
F i l t r a t i o n  
(SRC) 

2. Pressure Leaf  
F i l t r a t i o n  
(SRC) 

C e n t r i f u g a t i o n  
(H-Coal ) 

P r e c i p i t a t i o n  
(H-Coal) 

3. Two-Stage * 

4. So lven t  

5. HGMS* 
5.4 cm/sec 
2.7 cm/sec 

( $  Per Ton L i q u e f i e d  Coal Processed Annua l l y )  
uo u15 C a p i t a l  Investment  - __ 

2.77 8.10 17.89 

7.03 9.87 9.52 

2.57 7.57 15.38 

1.82 3.98 6.70 

0.68 1.54 
1.10 2.53 

2.89 
4.79 

* The ash content  o f  separated p roduc t  may n o t  s a t i s f y  EPA s p e c i f i c a t i o n ,  and t h e  
use o f  e l e c t r o s t a t i c  p r e c i p i t a t o r s  may be needed. 
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DRY TABLE - PYRITE REMOVAL FROM COAL 

By Donald C.  Wilson 

Cen t ra l  Engineering Labora to r i e s ,  F'MC Corporation 

1185 Coleman Avenue, Santa Clara, C a l i f o r n i a  95052 

INTRODUCTION 
An  awareness f o r  p a r t i c l e  s eg rega t ions  i n  material  handl ing  equipment i s  usua l ly  

t h e  r e s u l t  of nega t ive  exper iences .  
is moving through b i n s ,  f eede r s ,  s t o c k p i l e s ,  etc. ,  gene ra l ly  l e a d s  t o  f r u s t r a t i o n .  
Three f a c t o r s  de te rmine  t h e  e x t e n t  of p a r t i c l e  s eg rega t ion  i n  these  s i t u a t i o n s ,  

Prevent ing  demixing of a ganular composite which 

- t h e  phys ica l  conf igu ra t ion  of t h e  material handl ing  equipment, 
- t h e  f o r c e s  which convey t h e  p a r t i c l e s  through t h a t  equipment, 
- and t h e  d i f f e r e n c e s  between t h e  p a r t i c l e s  i n  one o r  more of t h e i r  phys ica l  

p r o p e r t i e s  ( s i z e ,  shape, bu lk  d e n s i t y ,  r e s i l i e n c y  and su r face  roughness). 
The fo l lowing  desc r ibed  equipment, s p e c i f i c a l l y  designed as a sepa ra to r  f o r  dry par- 
t i c u l a t e s  combines t h e  above f a c t o r s  t o  e x p l o i t  t h i s  i nhe ren t  segrega t ion  wi th in  
movifig p a r t i c l e  beds.  

EQUIPMENT DESCRIPTION 

through the  u n i t  i l l u s t r a t i n g  t h e  p a r t i c l e  bed. The d r i v e  u n i t  f o r  t h e  t a b l e  i s  an 
electro-mechanical e x c i t e r  of t h e  type  used f o r  v i b r a t i n g  f eede r s .  I n  f a c t ,  t h i s  
f e c e g t l y  developed c o a l  c l ean ing  u n i t  i s  a f eede r ,  b u t  w i th  t h e  fo l lowing  des ign  
dPfferences .  

F igu re  1 c o n t a i n s  a pe r spec t ive  drawing of t h e  Dry Table and a cross -sec t ion  

- The deck s u r f a c e  i s  s h o r t  b u t  very  wide.  - The c o a l  i s  i n s e r t e d  a t  one  s i d e  of t h e  f e e d e r ' s  deck. - 
- - 

The conveying f o r c e  is reve r sed ,  i t  f e e d s  t h e  material i n t o  i t s  backwall. 
The p a r t i c l e  bed ' s  n e t  f low is from one  s i d e  of t h e  f e e d e r  t o  t h e  o the r  s ide .  
The deck is non-symmetrical about t h e  v e r t i c a l  p l ane  pass ing  through its 
cen te r  of g r a v i t y  and t h e  e x c i t e r ' s  l i n e  of d r i v e .  

Coal i s  f ed  o n t o  t h e  longes t  s i d e  of t h e  u n i t  and t h e  conveying f o r c e  from t h e  
d r i v e  moves t h e  p a r t i c l e s  towards t h e  backwall .  A l a r g e  p i l e  of p a r t i c l e s  forms 
a g a i n s t  t he  backwal l ,  f i l l i n g  t h e  entire trough. Gravi ty  moves t h e  p a r t i c l e s  on 
t h e  p i l e ' s  s u r f a c e  down t h e  open s l o p e  as t h e  conveying f o r c e  cont inues  t o  d r i v e  
t h e  under ly ing  material a g a i n s t  t h e  backwall. The r e s u l t  is t h e  continuous over- 
t u rn ing  of t h e  bed. The pres su re  of t h e  incoming feed  f o r c e s  t h e  over turn ing  bed 
t o  flow ac ross  t h e  deck away from t h e  feed  s i d e  i n  a 
t h e  deck ' s  l e n g t h  d imin i shes  ( t ape r s )  i n  t h i s  d i r e c t i o n ,  t h e  t o e  o f  p i l e  is be ing  
cont inuous ly  d ischarged .  Simultaneously,  s i z e  and bulk  d e n s i t y  sepa ra t ions  are 
occur r ing  i n  t h e  ove r tu rn ing  bed. The l a r g e  or low d e n s i t y  p a r t i c l e s  move i n t o  a 
s p i r a l l i n g  pa th  t h a t  mig ra t e s  towards t h e  t o e  of t h e  p i l e ,  Sec t ion  A-A of F igure  1, 
whereas the  small o r  h igh  d e n s i t y  p a r t i c l e s  move i n t o  a smaller s p i r a l  and concen- 
trate towards t h e  backwall .  
c o a l ,  advance p a s t  t h e  l a r g e  and h i g h  d e n s i t y  p a r t i c l e s ,  rock and p y r i t e ,  and pre- 
va i l  i n  ob ta in ing  p o s i t i o n s  a t  t h e  t o e  of t h e  p i l e .  
w i l l  concen t r a t e  a t  t h e  backwall  i n  preference  t o  small p a r t i c l e s  of coa l .  

series of s taggered  p a r t i c l e  s i z e  g rada t ions  o f  d i f f e r e n t  d e n s i t i e s .  
over lapping  of t h e  s i z e  g rada t ions  of t h e  rock  and p y r i t e  wi th  t h e  coa l ,  t h e  feed t o  
t h e  u n i t  is p res i zed  t o  d e f i n i t e  s i z e  ranges.  
a r a t i o n ,  t h e  u s u a l  top  s i z e  t o  bottom s i z e  of t h e  feed  p a r t i c l e s  i n  any one pass is 
a 4 t o  1 r a t i o  
c o n t r o l l i n g  t h i s  r a t i o .  

s lop ing  su r face  r e f e r r e d  t o  as t h e  "discharge l i p" .  Th i s  " l ip"  can make f u r t h e r  
s epa ra t ions  based on p a r t i c l e  shape, r e s i l i e n c y  and s u r f a c e  roughness i f  des i r ed .  
The shape  sepa ra t ion  is based on t h e  cub ica l  c o a l  p a r t i c l e s  be ing  uns t ab le  on t h e  
"d ischarge  l i p "  and t h e  nea r  t a b u l a r  rock  and p y r i t e  p a r t i c l e s  be ing  s t a b l e  when 

132 

h e l i c a l  motion. And because 

Those p a r t i c l e s  t h a t  are bo th  l a r g e  and of low dens i ty ,  

Also s m a l l  p a r t i c l e s  of p y r i t e  

The o v e r a l l  r e s u l t i n g  d i scha rge  from t h e  h o r i z o n t a l  deck po r t ion  of t h e  u n i t  is a 
To avoid t h i s  

For t h e  c o a l ,  rock  and p y r i t e  sep- 

(8" x 2", 2" x 1/2", e t c . ) ,  t h e  rock-coal s i z e  g rada t ions  are usua l ly  

The p a r t i c l e s  d i s c h a r g e  from t h e  nea r ly  h o r i z o n t a l  deck onto  an a t t ached  downward 



t h e  u n i t  is v i b r a t i n g .  The uns t ab le  c o a l  w i l l  t hus  be  discharged by r o l l i n g  o f f  t h e  
" l i p "  while t h e  t a b u l a r  rock and p y r i t e  a r e  conveyed back up t h e  l i p  i n t o  t h e  p i l e .  
The su r face  roughness of t h e  highly mineralized p a r t i c l e s  is g r e a t e r  than t h a t  f o r  
t h e  c l ean  c o a l  p a r t i c l e s .  
p y r i t e  back i n t o  t h e  deep p a r t i c l e  bed; whereas, t h e  s l i c k  c o a l  t ends  t o  s l i p  Off 
t h e  " l ip" .  
p a r t i c l e s .  
bounce and a s s u r e  t h e i r  u n s t a b i l i t y  on t h e  "discharge l i p" .  

t a b l e  i n  t h a t  it is a g rada t ion  from a c l e a n  coa l  product through mineral ized par- 
ticles t o  p y r i t e  a long t h e  d i scha rge  edge. This dry method of s epa ra t ion  i s  func- 
t i o n a l  over a broad span of p a r t i c l e  s i z e s .  
s i z e  p a r t i c l e s  i s  t h e  formation of p a r t i c l e  agglomerations due t o  e l e c t r o s t a t i c  
charges  or surface moisture.  
imum s i z e  p a r t i c l e s .  

The ma jo r i ty  of t h e  Dry Table experience i s  i n  t h e  r educ t ion  of t h e  a sh  con ten t  
of coals .  However, t h e r e  has  been a r ecen t  i nc rease  of i n q u i r i e s  i n t o  t h e  use  of 
t h e  Dry Table a s  a method f o r  s u l f u r  reduct ion.  

EXPERIMENTAL SECTION 
Runs were made wi th  t h e  fol lowing descr ibed samples by passing them through t h e  

12" l a b  u n i t  or t h e  8 '  p i l o t  p l a n t  u n i t  Dry Table i n  one pass  and c o l l e c t i n g  t h e  
discharge a s  mul t ip l e  products.  I n  Figure 1, an eleven product d i scha rge  i s  shown, 
"A" through "K", where t h e  d i scha rges  a r e  of equal  increments spaced along t h e  
"discharge l i p" .  
BTU con ten t ,  following t h e  accepted ASTM methods D-271 and D-2492. 
r e s u l t s  were used t o  cons t ruc t  t h e  d i s t r i b u t i o n  curves shown i n  t h e  graph. The 
c o a l  samples used a r e  a cleaned New Mexico Bituminous Coal and a raw Arizona 
Subbituminous Coal. 
on t h e  Dry Tables.  

RESULTS 

Table Discharge Di s t r ibu t ion" .  
po r t ions  of t h e  graph r e p r e s e n t s  t h e  discharge from t h e  Dry Table a s  t h e  e l even  
discharge products.  
a percentage of t he  o r i g i n a l  feed f o r  hea t ing  content  (BTU), a sh  and p y r i t e .  
c l ean  c o a l  product is t h e  accumulation of d i scha rge  products  s t a r t i n g  a t  t h e  f a r  
l e f t  (percentage on l e f t  v e r t i c a l  a x i s )  and t h e  r e j e c t  s t a r t s  on t h e  f a r  r i g h t  
( r i g h t  v e r t i c a l  a x i s ) .  The d a t a  po in t s  p l o t t e d  on t h e  graph a r e  f o r  a run which 
had an e i g h t  product discharge.  
are p l o t t e d  f o r  Product and Reject  which shows t h e  d i s t r i b u t i o n  f o r  t h e  p y r i t i c  
s u l f u r  a s  pounds per  m i l l i o n  BTUs. 

This  a d d i t i o n a l  roughness a i d s  i n  conveying t h e  rock and 

Generally,  t h e  r e s i l i e n c y  of t h e  c o a l  i s  g r e a t e r  than t h a t  of t h e  r o c k  
The conveying v i b r a t i o n s  causes  the  more r e s i l i e n t  c o a l  p a r t i c l e s  t o  

The Dry Table has a d i scha rge  s i m i l a r  i n  cha rac t e r  t o  t h a t  of a w e t  concen t r a t ion  

The l i m i t i n g  f a c t o r  f o r  t h e  minimum 

No l i m i t i n g  f a c t o r  has  been encountered f o r  t h e  &x- 
The p resen t  p r a c t i c a l  range i n  c o a l  p repa ra t ion  i s  1/8" t o  8". 

Each discharge product was analyzed f o r  a sh ,  p y r i t i c  s u l f u r  and 
The a n a l y t i c a l  

Both samples w e r e  screened t o  a 4 : l  s i z e  range p r i o r  t o  running 

The d a t a  f o r  t h e  Bituminous and Subbituminous examples a r e  shown i n  Graph I, "Dry 
The ho r i zon ta l  a x i s  f o r  both t h e  upper and lower 

I n  t h e  upper po r t ion ,  t h e  v e r t i c a l  a x i s  g ives  t h e  recovery a s  
The 

In  t h e  lower po r t ion  of the graph, s e p a r a t e  cu rves  

The composition of  t h e  f eeds  a r e :  

Bituminous Subbituminous 
BTU/lb 13,460 8,060 
Ash, % 1 0 . 1  25.8 
P y r i t i c  Su l fu r ,  % 0.44 0.19 

DISCUSSION 

being cleaned.  
more s e n s i t i v e  because i t  uses  a s  many a s  f i v e  of t h e  p a r t i c l e s '  phys i ca l  prop- 
e r t i e s  f o r  s epa ra t ion  r a t h e r  than j u s t  t h e  d e n s i t y  a lone.  
s epa ra t ion  i s  t h e  degree t o  which t h e  major c o n s t i t u e n t s  of t h e  raw c o a l  (c lean 
coa l ,  rock and p y r i t e )  a r e  l i b e r a t e d ,  one from t h e  o the r .  The performance of t h e  
Dry Table  is based on t h e  p r o b a b i l i t y  of p a r t i c l e  movements. Therefore ,  t h e  pro- 
po r t ion  of mineral ized p a r t i c l e s  removed i s  cons t an t  f o r  any s p e c i f i c  c o a l  feed 
over a wide range of compositions.  

As wi th  a l l  coal  c l ean ing  equipment, t h e  performance i s  a f u n c t i o n  of the c o a l  
The Dry Table i s  no except ion t o  t h i s  and can even be considered 

A l s o  a f f e c t i n g  t h e  

133 

0 



The p y r i t e  i n  t h e  t w o  examples s e l e c t e d  f o r  t h i s  d i scuss ion  is un l ibe ra t ed  and 
of r e l a t i v e l y  low concen t r a t ion .  The l e t t e r e d  d i scha rge  products  "A" through "K". 
a r e  d i v i s i o n s  of t h e  Dry Tab le ' s  discharge a r b i t r a r i l y  se l ec t ed  f o r  a n a l y t i c a l  and 
d i scuss ion  purposes.  The l a r g e  number of product d i v i s i o n s ,  o r  t h e i r  s p e c i f i c  
boundaries need not  be used i n  a c t u a l  c o a l  c l ean ing  app l i ca t ions .  

t o  t h e  Dry Table  was t h e  p r e s i z i n g  i n t o  4 : l  s i z e  ranges.  
t r i b u t i o n  cu rves ,  upper  Graph 1, show t h a t  i n  t h i s  t h r e e  component system, clean 
c o a l  (BTU) - rock (ash) - p y r i t e ,  t h e  major s epa ra t ion  i s  between t h e  c l ean  coa l  
and t h e  rock. 
t h e  more dense p y r i t e ,  which f u r t h e r  demonstrates t h a t  t h e  p y r i t e  is n o t  l i b e r a t e d .  
There a r e  t h r e e  zonal  t ypes  of d i scha rge  from t h e  Dry Table with t h i s  coa l .  I n  t h e  
f i r s t  zone, product d i scha rges  "A" and "B", t h e  c o a l  con ta ins  low ash and has  t h e  
p y r i t e  mainly a s s o c i a t e d  w i t h  t h e  coa l .  I n  t h e  second zone, product discharges 
"C" through "G", t h e  c o a l  con ta ins  low p y r i t e  and a sh  bu t  t h e  p y r i t e  is a s s o c i a t e d  
with t h e  ash.  
con ta ins  a c o a l  and rock mixture  where t h e  p y r i t e  is as soc ia t ed  wi th  both coal  and 
rock a t  higher  concen t r a t ions .  

Se lec t ing  d i scha rges  "A" through "I" a s  a c l ean  coal. product,  "J" and "K" a s  re- 
ject ,  gives  a 90% recovery of t h e  c o a l ' s  p o t e n t i a l  hea t ing  con ten t ,  and removals o f  
74% of the  a s h  and 50% of t h e  p y r i t e .  
a r e :  

Subbituminous coa l .  The on ly  p repa ra t ion  t h i s  c o a l  received p r i o r  t o  being fed 
The sequence of t h e  d i s -  

The py r i t e - a sh  sepa ra t ion  is reversed t o  what would be expected f o r  

I n  t h e  t h i r d  zone, product d i shca rges  "H" through "K", t h e  d i scha rge  

The compositions of t h e  Product and Reject  

Product Reject  
Yield,  % 72 28 
BTU/lb 10,360 2,160 
Ash, % 10.8 64.1 
P y r i t i c  S u l f u r ,  % 0.13 0.32 

With t h e  discharge s p l i t  i n t o  j u s t  a c l ean  c o a l  product and a r e j c t ,  t h e  w e l l  known 
compromise must be made between recovering a s  much c l e a n  c o a l  a s  p o s s i b l e  while  re- 
j e c t i n g  most of t h e  rock and p y r i t e .  With t h e  Dry Table ,  however, it is  p o s s i b l e  
t o  have a s  many p roduc t s  as found t o  be reasonable.  Therefore,  one could s e l e c t  
t h e  zone of low ash con ten t  "A" through "G" a s  t h e  c l e a n  c o a l  product and "H" 
through "J" f o r  r e t r ea tmen t  where t h e r e  i s  a mixture of both rock and c o a l  and "K" 
a s  t h e  r e j e c t  which e s s e n t i a l l y  con ta ins  no usable  hea t .  

Product Retreatment Re jec t  
Yield,  % 47 37 16 
BTU/lb 11,260 7,390 0 
A s h ,  % 4.7 30.0 78 
P y r i t i c  s u l f u r ,  % 0.08 0.27 0.29 

Both the c l e a n  c o a l  "product" and t h e  " r e j ec t "  a r e  d e s i r a b l e  i n  t h i s  arrangement 
and its success  depends upon t h e  cha rac t e r  of t he  "retreatment" discharge.  In t h i s  
p a r t i c u l a r  c a s e  t h e  "retreatment"  i s  a mixture of c l e a n  coa land  l i b e r a t e d  rock wi th  
a small amount of middlings.  
u n i t  o r  s e n t  t o  ano the r  u n i t  f o r  a second pass .  

t h e r e  i s  e s s e n t i a l l y  no l i b e r a t e d  p y r i t e  o r  rock p resen t .  The sequence of t h e  
curves shows t h a t  t h e  u n l i b e r a t e d  p y r i t e  is unevenly d i s t r i b u t e d  among t h e  coal  
p a r t i c l e s  and t h a t  t h e  major s epa ra t ion  is between t h e  clean c o a l  and p y r i t e .  The 
ash and BTU curves are very s i m i l a r ,  except f o r  a s l i g h t  d i f f e r e n c e  i n  s lopes ,  show- 
ing  t h a t  t h e r e  i s  a nea r  cons t an t  i nhe ren t  a sh  i n  t h e  c o a l  f o r  t h e  d i scha rge  pro- 
duc t s  "A" through "H". The p y r i t e  curve is q u i t e  d i f f e r e n t  i n  shape and shows small 
amounts of p y r i t e  i n  d i scha rge  products  "A" through "D", i nc reas ing  amounts i n  "E" 
t o  "J", and s u b s t a n t i a l  q u a n t i t i e s  i n  "K". 
f o r  t h i s  p a r t i c u l a r  s epa ra t ion .  In  t h e  f i r s t  zone, d i scha rge  products  "A" through 
"D", t h e  c o a l  has  a minimum ash  and p y r i t e  content .  In  t h e  second zone, d i scha rge  
products  "D" t o  "H", t h e  c o a l  con ta ins  a minimum of a sh ,  b u t  has an inc reas ing  

The "retreatment" can be  recycled through t h e  same 

Bituminous. This  c o a l  i s  t h e  product from a p repa ra t ion  p l a n t ,  and the re fo re ,  

There a r e  fou r  zonal types of discharge 
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p y r i t e  con ten t .  
p y r i t e  con ten t  p rogres s ive ly  inc rease  i n  t h e  coa l .  In t h e  f o u r t h  zone, d i scha rge  
product "K", t h e  coa l  i s  highest  i n b o t h  a sh  and p y r i t e ,  and con ta ins  a l l  t h e  m i s -  
placed "sink" m a t e r i a l  from t h e  wet washing process .  

The s p e c i f i c  g r a v i t y  d i f f e r e n c e  between t h e  f i r s t  and second zones is q u i t e  s m a l l ,  
so t h e  sepa ra t ion  is most l i k e l y  caused by t h e  o t h e r  phys i ca l  p r o p e r t i e s  of t h e  par- 
t i c l e s .  Since t h e  a sh  d i f f e r e n c e  is a l s o  small, i t  is assumed t h a t  t h e  presence of 
t h e  p y r i t e  is r e l a t e d  t o  t h e  physical  p rope r ty  d i f f e r e n c e s  which t h e  Dry Table  can 
d i s t i n g u i s h  f o r  s epa ra t ion  purposes.  The suggested method of processing i s  t o  co l -  
l e c t  t h e  d i scha rge  from d i scha rge  products  "A" t o  "H" a s  a c l ean  c o a l  product  and 
"I" t o  "K" f o r  r e t r ea tmen t .  

In t h e  t h i r d  zone, discharge products  "I" through "J", t h e  a s h  and 

Product Retreatment 

Y i e l t ,  % 75 25 
BTU/lb 13,750 12,606 
Ash, % 7.5 17.5 
P y r i t i c  s u l f u r ,  % 0 .22  1.08 

For t h i s  c o a l  sample t h e  "retreatment" d i scha rge  should not  be  processed a s  a 
second pass  on t h e  Dry Table because l i t t l e  b e n e f i t  would be r e a l i z e d  i n  ash and 
p y r i t e  reduct ion.  The b e s t  approach would be t h e  r ecyc l ing  of t h i s  m a t e r i a l  t o  
t h e  w e t  p repa ra t ion  p l a n t  a f t e r  crushing.  

CONCLUSION 
The Dry Table can reduce t h e  s u l f u r  content  i n  a c o a l  through p y r i t e  removal. The 

ex ten t  of t h e  coa l -py r i t e  s epa ra t ion  w i l l  be  a func t ion  of p y r i t e  l i b e r a t i o n  and 
t h e  phys ica l  property d i f f e r e n c e s  between t h e  f r e e  flowing coa l  and p y r i t e  p a r t i c l e s .  
However, t h e r e  a r e  c a s e s  where even coa l  con ta in ing  un l ibe ra t ed  p y r i t e  can be  sep- 
a ra t ed  i n t o  c o a l  products  of low and high p y r i t i c  s u l f u r  contents .  

s i m i l a r  t o  t h a t  of a Baum J i g .  
i ng  c o a l  c l ean ing  equipment. 
water i s  r e s t r i c t e d  due t o  l imi t ed  supply,  f r eez ing ,  or c o s t l y  t reatment  p r i o r  t o  
discharge o r  reuse.  

The Dry Table is b = s t  employed a s  a rougher,  i t  has  a s epa ra t ion  performance 

And it is e s p e c i a l l y  a p p l i c a b l e  where t h e  u s e  of 
It can be used a lone  o r  i n  conjunct ion w i t h  e x i s t -  
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CMC FIGURE 1 

DRY TABLE PRINCIPLE; SCHEMATIC VIEW 
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"The Synthes is  o f  L i g h t  Hydrocarbons from CO and H2 
M i x t u r e s  over  Selected Metal Ca ta l ys ts "  

M. K. Zaman Khan, Chen-Hsyong Yang, and A.  G. Oblad 

Department o f  Min ing,  M e t a l l u r g i c a l  and Fuels  Engineer ing 
U n i v e r s i t y  o f  Utah, S a l t  Lake City, Utah 84112 

INTRODUCTION 

The syn thes i s  o f  hydrocarbons and oxygen c o n t a i n i n g  organic  chemicals by 
r e a c t i o n  o f  CO and H2 ove r  c a t a l y s t s  has been i n v e s t i g a t e d  e x t e n s i v e l y  i n  t h e  past .  
Th is  work i s  summarized i n  a number o f  rev iew  papers (1-4). More r e c e n t l y  a number 
o f  workers have been a c t i v e  i n  i n v e s t i g a t i o n  o f  these r e a c t i o n s  (5 -9 ) .  
extens ive prev ious l i t e r a t u r e  no p a r t i c u l a r  emphasis was g i v e n  t o  t h e  p r e f e r e n t i a l  
product ion o f  lower  mo lecu la r  weight  hydrocarbons.+ M o s t l y  t h e  prev ious work has 
been concerned w i t h  t h e  fo rma t ion  o f  methane and C5 hydrocarbons and oxygenated 
d e r i v a t i v e s .  There i s  an excep t ion  t o  t h i s  i n  t h e  ex tens i ve  work done i n  Germany 
on isobuty lene p roduc t i on  i n  t h e  I sosyn thes i s  Process (10) .  

I t, t h e r e f o r e ,  was t h o u g t t t o  be wor thwh i l e  t o  r e i n v e s t i g a t e  t h e  p o s s i b i l i t i e s  
f o r  t h e  s p e c i f i c  p r o d u c t i o n  o f  C2-C4 m a t e r i a l s  w i t h  de-emphasis on t h e  p roduc t i on  
o f  CH4 and C$ substances o r  t h e i r  e l i m i n a t i o n  as products ,  i f  poss ib le .  Th i s  r o u t e  
might  open up new sources o f  C2-C4 hydrocarbons f o r  use i n  t h e  impor tan t  petrochem- 
i c a l  i n d u s t r y  which i n  r e c e n t  yea rs  has been moving i n  t h e  d i r e c t i o n  o f  heavier  feed 
stocks t o  meet the demands f o r  e thy lene,  propy lene and C4 hydrocarbons (11) .  

Th is  paper i s  a f i r s t  o f  a s e r i e s  o f  p u b l i c a t i o n s  from t h i s  l a b o r a t o r y  on the  
product ion o f  C2-C4 hydrocarbons from CO/H2 m ix tu res  and deals  w i t h  exp lo ra to ry  
research on a v a r i e t y  o f  known Fischer-Tropsch c a t a l y s t s .  
a gu ide  a number o f  c a t a l y s t s  were prepared and tes ted .  
temperature, pressure, gas f l o w  r a t e  and Hz/CO r a t i o  o f  t h e  feed gas were p r e l i m i n -  
a r i l y  i n v e s t i g a t e d  t o  s e l e c t  t h e  most p romis ing  reg ime f o r  s tudy o f  t he  chosen 
c a t a l y s t s .  
c a t a l y s t s  p repara t i on ,  t e s t i n g  procedures and the  r e s u l t s  obta ined a r e  presented i n  
t h i s  paper. 

I n  t h i s  

Using t h e  l i t e r a t u r e  as 
Reaction cond i t i ons ,  

The c a t a l y s t s  chosen f o r  t e s t i n g  were Fe, Co, N i ,  Cu, and Th02. The 

EXPERIMENTAL 

I. Cata l ys t  

The c a t a l y s t s  t e s t e d  i n  these s tud ies  were prepared by c o p r e c i p i t a t i o n  and 
impregnation methods. Composit ions o f  t h e  c a t a l y s t s  a re  based on t h e  q u a n t i t i e s  
of meta l  s a l t s  used i n  t h e  p r e p a r a t i o n  assuming complete p r e c i p i t a t i o n  o r , i n  the 
case o f  impregnation, complete adsorpt ion o f  t h e  aqueous s o l u t i o n s  used. 
complete composi t ional  a n a l y s i s  o f  t he  c a t a l y s t s  a r e  now being done by a n a l y t i c a l  
methods. 

More 

Table ( I )  con ta ins  i n f o r m a t i o n  on t h e  c a t a l y s t s  tested;  

11. D e s c r i p t i o n  o f  C a t a l y s t  Tes t i ng  Equipment 

The r e a c t o r  f l o w  diagram i s  shown i n  F igu re  1. Carbon monoxide-Hp m ix tu res  

The r e a c t o r  was made o f  314 s t a i n l e s s  s t e e l  t ub ing ,  one f o o t  l ong  having an 

prepared by L inde S p e c i a l i t y  Gas D i v i s i o n  o f  Union Carbide Co., were used. 
Hz/CO r a t i o s  were 1/1, 3/2, 2/1, 7 / 3 ,  and 3/1. 

o u t s i d e  d iameter  o f  1 i n c h  and an i n s i d e  d iameter  o f  0.5 i nch .  A 1 - i nch  t h i c k  
aluminum s h i e l d  was p laced around the r e a c t o r  tube t o  i n s u r e  even temperature d i s -  
t r i b u t i o n  i n  t h e  r e a c t o r .  Ca ta l ys ts  were loaded i n  t h e  m idd le  s e c t i o n  o f  t h e  
r e a c t o r  tube and ceramic spacers were used be fo re  and a f t e r  t h e  c a t a l y s t s  bed. 
thermocouple was used t o  measure t h e  c a t a l y s t  bed temperature and another thermocouple 
was used t o  measure t h e  temperature o f  t h e  aluminum s h i e l d .  
aluminum s h i e l d  was connected t o  a temperature c o n t r o l l e r .  There was l e s s  than an 
0.5- c d i f f e r e n c e  between t h e  two measured temperatures when t h e  r e a c t i o n  cond i t i ons  

The 

One 

The thermocouple i n  the 
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reached equilibrium. 

sieve a n d  then tab le t ted  in to  pe l l e t s .  
+25 mesh s i ze  before loading in the reac tor .  
t o  the desired temperature, pressure, and input flow r a t e  pr ior  t o  samplinq of pro- 
ducts. 
chromatograph columns f o r  analysis.  

The ca ta lys t s  were oven dried a t  110' C ,  ground t o  pass t h r o u g h  a 200-mesh 
These pe l l e t s  were l a t e r  crushed t o  -14, 

The reaction variables were adjusted 

Gas samples were taken a t  appropriate times and injected d i r ec t ly  in to  

111. Analysis and Calculation o f  Results 

A molecular sieve 5A column was used t o  analyze H2,  N2, CO and  CH4. S i l i ca  
gel was used to analyze H z ,  CO2 and C2H An activated alumina column w i t h  F.I.D. 
was used t o  analyze l i g h t  hydrocarbons f i 2 ) .  A carbowax 1500-teflon column was used 
t o  analyze water and alcohols.  
Liquid condensate was captured in a cyclone separator and a room temperature co l lec tor .  
Reaction conditions were adjusted to  minimize production of l iqu id  hydrocarbons. A t  
times small amounts were produced; these were recovered and analyzed. 
was analyzed usin9 an ac t iva ted  alumina column as  the G . C .  oven was heated up  to  
370' C. 
decreasing with molecular weight. 

have integrator equipment on the i n p u t  flow. 
an o u t p u t  basis. T h i s  will  lead t o  small e r rors  only since considerable care was 
taken t o  obtain complete recovery and accurate analysis onthe product. 
of conversion and s e l e c t i v i t i e s  were done by computer onthe basis of carbon a tom 
balance. 
conversion or s e l e c t i v i t y  calculations.  
the analysis when material balances a r e  possible.  

An OV-17 column was used t o  analyze l iqu id  hydrocarbons. 

The C t  fraction 

These products came out i n  sequence of carbon atom number, the amounts 

Calculation of an accurate material balance was n o t  possible s ince  we d i d  not 
Consequently, a l l  ca lcu la t ions  a r e  on 

Calculations 

Water was collected as a l iqu id  product b u t  was n o t  included in the  
A t  a l a t e r  date water will  be included in 

CO conversions were calculated i n  the following manner: 
All components were on a molar volume basis.  

10 10 

i = l  i=2 
X = CO + C02 + Z iCiH2i+2 + Z iCi HZi + Z alcohols 

( a l l  i n  the product gas) 
10 10 

i =1 i =2 
Y = COP + 1 iCiH2i+2 + e  iCiHpi + C alcohols 

( a l l  in product gas) 
10 10 

Cf = c i C i H 2  i+2 + C 
i=5  i =5 

Y CO conversion % = x x 100 

Se lec t iv i t i e s  fo r  d i f f e ren t  product 
C02 in product gas 

COP% = Y 

CH4% = Y 

X 

C H 4  in product gas 
X 

C,-C, i n  product gas 

i CiHZi  

f rac t ions  a re  calculated as :  

00 

00 

x 100 c2-c4 = It Y 
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C$ in product gas 
x 100 Y c; % = 

C2H4% x 2+ C3H6% x 3t(1C4H8% -+ 2C4H8% + i C H %)x  4 
O'' = C2H6% x 2+ C3H8% x 3 + (nC4H1, ,% + i C4H10'$+ x 100 

R-OH% = C alcohols i n  product gas  
Y 

The composition analyses car r ied  o u t  and calculated as described a r e  thought t o  be 
qu i t e  r e l i ab le .  A t  t he  present s t a t e  of development the reproducib i l i ty  and accuracy 
of the r e su l t s  are estimated t o  be within k 3-5 uni t s  on the percentages given. 

RESULTS AND DISCUSSION 

While the l i t e r a t u r e  dealing with carbon monoxide hydrogenolysis i s  quite 
voluminous onthe metals we have chosen fo r  study, i t  i s  d i f f i c u l t  i f  not impossible 
t o  determine t h e i r  r e l a t i v e  effectiveness f o r  the pa r t i cu la r  products of i n t e re s t  
in our research. Also ca t a lys t s  of i n t e r e s t  f o r  our purposes a re  a l l  not commerci- 
a l l y  available so i t  was necessary t o  synthesize our own a s  well a s  use commercially 
available ca t a lys t s .  Likewise, the l i t e r a t u r e  of Fischer-Tropsch i s  a rough guide 
only in choice of reaction conditions for our studies.  I t  was necessary t o  carry 
o u t  a number o f  preliminary studies to or ien t  our program t o  su i t ab le  temperatures, 
pressures, H 2 / C O  r a t i o s  and flow ra tes .  The synthesis i s  highly exothermic, con- 
sequently conversion rate-ust be adjusted so tha t  temperature r i s e  i s  not excessive 
in small ca t a lys t  bed. 
influencing conversion and once the temperature range was s e t  the ranges of the 
o ther  variables were chosen n o t  only f o r  processing reasons but a l so  fo r  convenience 
in experimentation, handling of materials and minimizing the  use of feed gases. 

Iron Catalyst  

a f t e r  proper reduction and n i t r id ing  a re  very ac t ive  f o r  reduction of CO a t  the 
conditions chosen. Cata lys t  26 was so ac t ive  t h a t  the temperature of the  ca t a lys t  
rose t o  260° C instead of 225O C which was intended a t  the beginning of the  run. 
These ca ta lys t s  give low methane production r e l a t ive  t o  C2- C4 and give the  l m e s t  
CHq/C2-C4 r a t i o  of a l l  the ca t a lys t s  tes ted .  
i s  a l so  modest as  i s  the  production of R-OH. 
ca ta lys t s  i s  the h i g h  o le f in /paraf f in  r a t i o  of the C2-C4 hydrocarbon. The iron 
ca ta lys t s  generally give h i g h  C02 y ie lds .  
be a good ca t a lys t  f o r  the water gas s h i f t  reaction. Iron ca t a lys t  22 prepared by 
prec ip i ta t ion  of the  n i t r a t e  and containing cop e r  as  a promoter was not ac t ive  a t  
225O C .  

and product d i s t r ibu t ions  of these ca t a lys t s  a r e  comparable with i r o n  alone on 
Kieselguhr (23) and s in te red  iron synthetic ammonium ca ta lys t  ( ICI) .  
very active and a l toge ther  gave the most favorable product d i s t r ibu t ion  of a l l  
ca ta lys t s  t e s t ed .  
and i s  a subjec t  f o r  fu r the r  work. 

two d i f f e ren t  reduction treatments. 
followed by n i t r id ing  w i t h  NH3 a t  325O C gives a ca t a lys t  which i s  more ac t ive  than 
Pretreatment w i t h  H2 a t  450° C 
25O C higher than t h a t  fo r  t he  same ca ta lys t s  w i t h  pretreatment b ) .  
difference here i s  the s tep  of n i t r i d ing  i n  the pretreatment step.  
known t o  make iron ca t a lys t s  more ac t ive  f o r  Fischer-Tropsch synthesis (13,14). 

Temperature proved t o  be the most important var iab le  

Referring to Table I1 a number o f  conclusions a re  apparent. Iron ca ta lys t s  

The amount of CO disappearing t o  Cf 
Notably outstanding f o r  the iron 

This was expected since iron i s  known t o  

However, i t  became qu i t e  ac t ive  a t  265 C (Table 111). 
Catalysts 22 and 26 contain copper as a promoter, however, the a c t i v i t i e s  

The l a t t e r  was 

The e f f e c t  of copper on iron ca t a lys t  is n o t  known a t  th is  time 

Table I11 gives fu r the r  data on i r o n  ca t a lys t s .  Catalyst  (ICI) was given 
Pretreatment by reduction in H2 a t  550 C 

(temperature required fo r  s imi la r  conversion was 
The impor t an t  

Such a s tep  i s  
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Data in Table 111 fo r  ca t a lys t  22 shows the e f f e c t  of temperature o n  
ca t a lys t  ac t iv i ty .  
i t  becomes quite ac t ive  above 2650 C .  
on ca t a lys t  26. 
hours was almost n i l ;  however, ra i s ing  the temperature t o  2500 C restored the cata- 
l y s t  t o  moderate ac t iv i ty .  Treating the ca t a lys t  w i t h  H 2  a t  4500 C res tores  the  
ca t a lys t  t o  near i t s  previous ac t iv i ty .  The cause of ac t iv i ty  loss  while on stream 
and i t s  restoration a re  not understood a t  present but t h i s  may have t o  do w i t h  
blocking of the ca t a lys t  surface by high molecular substances which are produced 
i n  small amounts b u t  which do not leave the ca t a lys t  surface a t  the temperature 
of reaction. 

Whereas t h i s  par t icu lar  iron ca t a lys t  was inactive a t  225' C 
Table IV shows the e f f ec t  of on-stream time 

Activity appears t o  d r o p  qu i t e  rapidly w i t h  time and a f t e r  10 

This i s  the subject of fur ther  investigation. 

Cobalt Catalyst 

Catalyst 33 i s  a cobalt  on y-alumina ca t a lys t  prepared by coprecipitation of 
cobalt  and aluminum n i t r a t e s  with sodium carbonate. 
compared with iron b u t  could be brought up to  appreciable ac t iv i ty  by ra i s ing  the 
temperature t o  2500 C .  
C$ production with no alcohol formation. S t i l l  the a c t i v i t y  f o r  C2-C4 production 
was considerable and these products were be t t e r  than 40% unsaturated. 
r e su l t s  make cobalt  an in te res t ing  metal f o r  additional study. 

This ca t a lys t  had low ac t iv i ty  

A t  t h i s  condition, t h i s  ca t a lys t  showed high methane and 

These 

Copper Catalyst 

Catalyst 34 i s  copper supported on y-alumina prepared in the same manner as 

T h i s  was as expected and i t  was a l so  expected t h a t  copper would 

Even t h o u g h  water was there  as a product, copper showed no 
This i s  an in te res t ing  finding and should be studied fur ther .  

the  cobalt  ca ta lys t .  
mostly methanol. 
show C02 formation since i t  i s  an important component of low temperature water gas 
s h i f t  ca ta lys t s  (15).  
C02 formation. 

Nickel Catalyst 

as with previous copper and cobalt  ca t a lys t s .  This par t icu lar  ca t a lys t  formulation 
contained copper as well. I t  i s  well known tha t  nickel i s  an exce l len t  methanation 
ca t a lys t .  
program. 
able way fo r  our purposes so a corresponding ca t a lys t  of nickel-copper was 
investigated.  
requiring 275' C to  show 18% conversion of the CO. 
cates strong water gas shift  tendency. 
copper metal since no alcohol was formed. 

Cobal t-Thori a 

T h i s  ca ta lys t  K1 was prepared by a method given i n  t he  l i t e r a t u r e  (16).  
Cobalt and thorium as  n i t r a t e s  were coprecipitated w i t h  ammonium carbonate solution 
and t o  the result ing s lu r ry  Kieselguhr was added. 
pelleted.  
par t icu lar ly  CH4 and Cg -C30 long chain hydrocarbons. 
were mostly saturated.  

Ru theni um Catalyst 

ind ica te  tha t  such a ca t a lys t  i s  l i ke ly  t o  y ie ld  CH4 and C5 
paraffins.  

Copper has low a c t i v i t y  and the principle product i s  R-OH,  

Catalyst K6 i s  a y-alumina supported nickel ca t a lys t  prepared by prec ip i ta t ion  

Consequently, we have not ye t  examined nickel by i t s e l f  in our t rea t ing  
Copper was found to  a l t e r  the ca t a ly t i c  properties of cobal t  in a favor- 

Carbon dioxide formation ind i -  
The data in Table I 1  show t h i s  ca t a lys t  to  have low a c t i v i t y  

Copper does not appear to  be present a5 

This mixture was then dried and 
I t  was found t o  be highly ac t ive  and produced high y i e lds  of paraffins 

The  C 2 -  C4 hydrocarbons 
This was expected based on data in the l i t e r a t u r e  (16).  

A ca ta lys t  based on t h i s  metal has n o t  y e t  been test9d. Li te ra ture  data 
h i g h  molecular weight 

I t  w i l l ,  however, be tes ted  under our conditions and reported l a t e r .  
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CONCLUSIONS 

Catalysts based on iron and cobalt  appear t o  have the most potential  f o r  
synthesizing C2-C4 hydrocarbons. 
the se l ec t iv i ty  and s t a b i l i t y  of iron ca t a lys t s .  
indicated fo r  cobalt  and possibly nickel t o  improve se l ec t iv i ty .  
a l so  planned on the mechanism of CO2 production. 

water produced i n  the reac t ion .  
ac t iv i ty  of o u r  ca t a lys t s  f o r  this reac t ion ,  and the  r o l e  this reaction plays i n  
our synthesis. Other t i pes  of c a t a l y t i c  metals and d i f f e ren t  supports will a l so  
be investigated in fu tu re  work. 
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TABLE I 

Composition and Treatment of Catalysts Studied 

IC1 22 26 33 34 K1 Wt-pct ( f )  

Fe304 
Fe 

cu 
co 

Ni 

CaO 

MgO 

A1203 
Si02 

K2° 

Kieselguhr 

Tho2  

21 -- - 

59.4 

29.3 

_- 

-- 

5.9 

0.9 

3.7 

-- 

0.8 

--  

-- 

- 1 1  Pretreatment a ,  e ,  b - 2/ Pretreatment a ,  e 
31 Pretreatment c 

Pretreatment d 

a 
b Reduced in H2 a t  450' C for  20 h r  
c Reduced i n  H a t  500° C fo r  4 h4. 
d Calcined in Ei r  a t  520' & fo r  4 hr, then reduced in H2 a t  275' C f o r  4 hr 
e Regenerated i n  H2 a t  500 C f o r  20 hr 
f Compositions of ca t a lys t s  a re  based on the calculated quan t i t i e s  o f  each 

metal s a l t  taken f o r  preparation. 

Reduced in H2 a t  550' C fo r  20 hr; then n i t r ided  in NH3 fo r  6 h r  
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TABLE I11 

iron ca t a lys t  
Effect of pretreatment and temperature of reaction f o r  commercial 

Pretreatment 

Temp, C 

Pressure, psig 

Space velocity,  cc/gm/sec 

$/CO 

CO conversion, % 

Product s e l ec t iv i ty ,% 

co2 

CH4 

C f 
'2'4 

R-OH 

o/ p 

a 

225 

750 

1.54 

2/1 

89.4 

39.4 

11.7 

24.8 

22.0 

2.1 

2.90 

b 

250 

750 

1 .54 

111 

75.9 

57.9 

2.5 

21.5 

18.1 

0.0 

4.65 

a 

225 

750 

1.54 

111 

0.9 

0.0 

25.9 

51.6 

22.5 

0 

2.2 

a 

265 

750 

0.77 

111 

47.7 

54.3 

8.5 

2 2 . 2  

12.1 

2.9 

1.62 

a 

250 

7 50 

0.77 

111 

20.7 

50.0 

8.1 

23.1 

17.3 

1.5 

1.5 

a Reduced i n  H2 550' C ,  f o r  20 hr, n i t r ided  i n  NH3, 325' C f o r  6 hr 

b Reduced i n  H 2  a t  450' C f o r  20 hr 
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"S tud ies  on t h e  Co-Cu-Al203 C a t a l y s t  System f o r  
Conversion o f  CO and H2 t o  L i g h t  Hydrocarbon Products"  

Chen-Hsyong Yang, M. K. Zaman Khan, F. E. Massoth and A.  G .  Oblad 

Department o f  Mining, M e t a l l u r g i c a l  and Fuels  Engineer ing 
U n i v e r s i t y  o f  Utah, S a l t  Lake City, Utah 84112 

INTRODUCTION 

p r i m a r i l y  devoted t o  t w o  areas: 
o f  methane ( 1 ) .  
Germany. 
mix tures and they found t h a t  compounds o f  ruthenium, i r o n ,  n i c k e l  and c o b a l t  were 
e f f e c t i v e  under v a r i o u s  r e a c t i o n  cond i t i ons .  
e f f e c t i v e  c a t a l y s t  f o r  f o rma t ion  o f  l i q u i d  hydrocarbons when i t  was used under 
medium pressure r e a c t i o n  c o n d i t i o n s  (2 ) .  Recent methanation research showed t h a t  
n i c k e l  was more s e l e c t i v e  f o r  methane than c o b a l t ,  t h e  l a t t e r  producing more C2' 
f o r  the same convers ion  o f  CO (3 ) .  

L i g h t  hydrocarbons can a l s o  be produced i n  the  Fischer-Tropsch process (4 ) .  
CO and H2 syn thes i s  gas can be produced f rom coa l  w i t h  e x i s t i n g  technology (5,6). 
By choosing an a p p r o p r i a t e  c a t a l y s t ,  CO and H2 can then be used t o  produce l i g h t  
hydrocarbons as raw m a t e r i a l s  f o r  t h e  petrochemical i n d u s t r y .  

s i o n  o f  CO and HZ t o  l i g h t  hydrocarbons were r e p o r t e d  (7).  Among others,  a 
c a t a l y s t  c o n s i s t i n g  o f  c o b a l t  and copper supported o n  alumina was found t o  be 
promising f o r  ach iev ing  t h e  above-mentioned o b j e c t i v e .  I n  t h i s  paper, we r e p o r t  
a d d i t i o n a l  s t u d i e s  on t h i s  c a t a l y s t  system. Work i nc luded  c a t a l y s t  cha rac te r i za -  
t i o n  and t e s t i n g  o f  v a r i o u s  c a t a l y s t  f o rmu la t i ons .  
EXPERIMENTAL 

technique. 
Co, Cu and A1 d i s s o l v e d  i n  d i s t i l l e d  water. The p r e c i p i t a t e  was f i l t e r e d ,  washed 
and f i n a l l y  d r i e d  i n  an oven a t  11OOC. 
pe l l e ted ,  reground and f i n a l l y  sieved, t h e  f r a c t i o n  14-25 mesh being r e t a i n e d  fo r  
charges t o  t h e  c a t a l y t i c  r e a c t o r .  

I n  some f o r m u l a t i o n s  c u p r i c  c h l o r i d e  was used and i n  o t h e r s  (NH412C03 o r  
NH40H was used i n  t h e  p repara t i on .  
t o  the  oven-dr ied c a t a l y s t  by impregnation. 
ed i n  Table I .  

C a t a l y s t  analyses f o r  Co and Cu were made by a spect rophotomet ic  method. 
Th is  cons is ted  i n  d i s s o l v i n g  t h e  oven-dr ied c a t a l y s t  i n  concentrated HC1 and 
measuring t h e  s o l u t i o n  absorbance f o r  Co a t  690 mm and f o r  Cu a t  380 min. 
s o l u t i o n s  were prepared f o r  c a l  i b r a t i o n  purposes. 

balance (8) .  
on reduced c a t a l y s t s .  

1 )  Heat i n  H2 f l o w  t o  450OC. 
2) Sw i t ch  t o  N2 and coo l  t o  room temperature. 
3)  Swi tch t o  a i r  and measure weight  ga in.  
4) Swi tch  t o  H2 and hea t  t o  450OC. 
5 )  Swi tch t o  a i r  and measure weight  ga in .  

Past research e f f o r t s  on synthes is  o f  hydrocarbons from CO and H2 have been 
syn thes i s  o f  1 i q u i d  hydrocarbons and product ion 

E a r l y  work was done ma in l y  by F ischer ,  Tropsch and o t h e r s  i n  
These researchers t e s t e d  p o s s i b l e  meta l  compounds i n  H2/CO synthes is  gas 

They found t h a t  i r o n  was t h e  most 

I n  a p rev ious  paper, ex tens i ve  s tud ies  o f  d i f f e r e n t  c a t a l y s t s  f o r  t h e  conver- 

The c a t a l y s t s  employed i n  t h i s  study were prepared by a c o - p r e c i p i t a t i o n  
A h o t  s o l u t i o n  o f  Na2C03 was added t o  a h o t  s o l u t i o n  o f  the n i t r a t e s  o f  

It was then ground t o  pass 200 mesh sieve, 

I n  two o f  t h e  l a t t e r  preparat ions,  Na was added 
A l i s t i n g  o f  t h e  c a t a l y s t s  i s  present-  

Standard 

Charac te r i za t i on  o f  a number o f  c a t a l y s t s  was c a r r i e d  o u t  i n  a f l o w  m ic ro -  
These i n c l u d e d  measurement o f  degree o f  r e d u c t i o n  and. 02 adso rp t i on  

The f o l l o w i n g  sequence was adopted f o r  t h i s  purpose: 

A l l  steps except  3)  were r u n  u n t i l  weight  was constant .  I n  s tep  3 ) ,  a r a p i d  weight  
g a i n  was ob ta ined  f o l l o w e d  by a slow cont inued gain;  t h i s  s tep  was terminated a f t e r  
1 /2 hour. The amount o f  02 adsorbed was taken a t  t h e  break i n  t h e  curve i n  s tep 3) .  
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The amount of reduced metal was calculated from the weight gain i n  s t e p  51, assum- 
ing complete oxidation of the  reduced metal was obtained. Overall weight l o s s  in  
going from the oven-dried s t a t e  t o  t h e  reduced s t a t e  via  s tep  1 )  was cons is ten t ly  
very c lose  to 50% loss  f o r  the c a t a l y s t s  tes ted .  

and the  e f fec t  of a low temperature (250O) hold pr ior  t o  heating t o  the higher 
temperature. Also, some adsorptions in s t e p  3 )  were determined a t  O°C instead of 
room temperature; no d i f fe rence  in  i n i t i a l  adsorption was obtained, b u t  the  small 
continued weight gain was suppressed a t  O O C .  

X-ray analyses were performed on several reduced samples a f t e r  02 chemisorp- 
t ion.  Average p a r t i c l e  s i z e  was estimated by l i n e  broadening using the s t rongest  
CU l i n e .  
c a t a l y s t .  
a f t e r  subjecting t o  reduct ion,  was s l iced  a t  t h e  midpoint and carbon-coated. 
Selected areas were probed f o r  Co and Cu concentrations. 

i n  the  previous paper ( 7 ) .  
reac tor .  
analyzed by gas  chromatography f o r  H2, N2, C O ,  CH4, C2-C4 hydrocarbons, C5+ hydro- 
carbons and alcohols (predominantly CH30H). 
carbons from C5 t o  C1o in  decreasing amounts. 
room temperature was exclusively water, no measureable alcohols o r  hydrocarbons 
being detected. 

CO conversion i s  defined as:  

co Conversion = CO + C02 + t o t a l  hydrocarbons + alcohol 
Hydrocarbon s e l e c t i v i t i e s  a r e  defined as :  

%' = to ta l  hydrocarbons + alcohol 

The above sequence was varied t o  study the e f f e c t  of reduction temperature 

Electron microprobe was used t o  examine Co and Cu d i s t r i b u t i o n s  in  the  
This was accomplished by forming a t a b l e t  of the crushed material which 

Catalyst  a c t i v i t i e s  were measured i n  a f ixed bed reac tor .  

Reactor feed consis ted of mixtures o f  H E  and CO. 

Detai ls  a r e  given 
Catalyst pretreatments were made in-s i tu  in the  

Product gases were 

The C5+ f r a c t i o n  consisted of hydro- 
Condensable l iqu id  co l lec ted  a t  

C02 + to ta l  hydrocarbons + alcohol x 100 

x 100 Y 

where Y represents  C1, C2-C4, C5+ or ROH.  
atom basis .  
RESULTS 

All values a r e  calculated on a carbon 

Catalyst Characterization 
One CoCu formulation was examined t o  determine pretreatment condi t ions 

appropriate  f o r  reduction t o  the metal and to  estimate metal areas .  The r e s u l t s  
a re  presented in Table 11, together with data on a Co c a t a l y s t  and a Cu c a t a l y s t .  
All t e s t s  were car r ied  out  s t a r t i n g  with oven-dried c a t a l y s t s .  Heating t o  450' i n  
H2 was suf f ic ien t  t o  e s s e n t i a l l y  completely reduce the  Cu and the CoCu c a t a l y s t  to  
the  metals; b u t  the  Co c a t a l y s t  was only about one-half reduced under these  
condi t ions.  Under comparable reduction conditions, the  CoCu c a t a l y s t  showed about 
a ten-fold la rger  02 chemisorption compared with e i t h e r  the Co o r  Cu c a t a l y s t .  On 
a per gram reduced metal bas i s ,  these results t r a n s l a t e  in to  a three-fold increase 
over the Co c a t a l y s t  and a f ive-fold increase over the  Cu c a t a l y s t  in surface metal 
area.  
compared to  a d i r e c t  heat u p  t o  maximum temperature. This was espec ia l ly  marked a t  
500°. 

T h u s ,  
reduction of the  reoxidized CoCu c a t a l y s t  gave a f ive-fold loss  i n  metal dispers ion.  
A l e s s e r  loss  was obtained f o r  the C u  c a t a l y s t  and no l o s s  was observed f o r  the Co 
c a t a l y s t .  
highly dispersed metal phase. Pretreatment with Ne i n  place of H2 a t  4500, followed 
by reduction resul ted in  a much lower metal dispers ion,  being only s l i  h t ly  grea te r  
t h a n  the  reoxidized sample. Also, t o t a l  reduction was somewhat lower 779%). 
Assuming a l l  the Cu had reduced, this corresponds t o  about 5?% reduction of the  Co, 

A two-stage heating schedule gave la rger  metal areas  (grea te r  02 adsorpt ions)  

Reoxidation of the  reduced samples caused changes in metal dispers ion.  

Evidently, reoxidation o f  the  reduced c a t a l y s t  caused s in te r ing  of the  
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c l o s e  t o  t h a t  obta ined w i t h  the  Co c a t a l y s t .  
equ iva len t  t o  a i r  o x i d a t i o n  i n  causing meta l  s i n t e r i n g  and Co i n t e r a c t i o n  w i t h  t h e  
suppor t .  

X-ray analyses o f  reduced samples exposed t o  a i r  showed Cu meta l  t o  be t h e  
major  component, w i t h  Cue0 as a m ino r  component. 
Cu was g r e a t e r  f o r  t hose  c a t a l y s t s  which had h i g h  02 adso rp t i ons  and n e g l i g i b l e  
f o r  l ow  uptake c a t a l y s t s .  Th i s  i n d i c a t e s  some su r face  o x i d a t i o n  o f  Cu occurred 
d u r i n g  exposure t o  a i r .  The Co c a t a l y s t  conta ined apprec iab le  amounts o f  CoAl2O4 
i n  a d d i t i o n  t o  Co meta l ,  account ing f o r  i t s  incomplete reduc t i on .  
c a t a l y s t s ,  a separate Co metal phase was n o t  detected by x - r a y  a n a l y s i s .  

w i t h  the  02 adso rp t i on  r e s u l t s .  
t i o n  d i d  n o t  g i v e  good q u a n t i t a t i v e  agreement w i t h  t h e  x- ray va lues as seen i n  
Table 11, t h e  t rends  a r e  neve r the less  i n  t h e  same d i r e c t i o n .  U n c e r t a i n t i e s  i n  t h e  
exac t  s to i ch iomet ry  o f  adso rp t i on  and p o s s i b l e  o x i d a t i o n  beyond t h e  monolayer 
probably  account  f o r  these d i f f e r e n c e s .  

o f  Co and Cu across t h e  p e l l e t  t o  be q u i t e  inhomogeneous, w i t h  some areas h igh  
and o the rs  l o w  i n  concen t ra t i ons  o f  meta ls .  
l o c a t e d  i n  t h e  same v i c i n i t y .  

Ev iden t l y ,  Nz p re t rea tmen t  i s  

The amount o f  Cu20 r e l a t i v e  t o  

On t h e  CoCu 

Estimates o f  average p a r t i c l e  s i z e  from x - ray  1 i n e  broadening g e n e r a l l y  agreed 
Al though average p a r t i c l e  s i z e s  based on adsorp- 

E l e c t r o n  microprobe examinat ion o f  t h e  CoCu c a t a l y s t  showed t h e  d i s t r i b u t i o n  

However, i n  genera l ,  Co and Cu were 

C a t a l y s t  A c t i v i t y  
A complete p roduc t  a n a l y s i s  f o r  a t y p i c a l  r u n  i s  presented i n  Tab le  111. 

Hydrocarbon products  were predominate ly  normal s t r a i g h t  cha in  molecules,  small  
amounts o f  isomers o n l y  appearing a t  h i g h  convers ions.  
r a t i o s  were l ow  f o r  C2, about  one f o r  C3 and low f o r  C4 compounds. The a l coho l  
was e x c l u s i v e l y  methanol; smal l  amounts o f  e thanol  were o n l y  detected a f t e r  p ro -  
longed r e a c t i o n  a t  h i g h  convers ions.  

t r e a t e d  w i t h  H2 a t  520OC was more a c t i v e  f o r  conve r t i ng  CO than t h e  c a t a l y s t  a i r  
c a l c i n e d  a t  52OoC, then reduced i n  hydrogen a t  275OC. 
i n  hydrogen a t  225OC f o r  f o u r  hours, then a t  52OOC f o r  another  f o u r  hours was even 
more e f fec t i ve .  However, hydrogen a t  h i g h  pressure wi th  t h e  two-stage temperature 
schedule d u r i n g  t h e  p re t rea tmen t  had an adverse e f f e c t  on convers ion o f  CO. 
D i f f e ren t  pret reatment  methods d i d  n o t  have much e f f e c t  on hydrocarbon product  
s e l e c t i v i t i e s .  

vers ion;  however, t h e  r e l a t i o n s h i p  between sodium con ten t  and CD convers ion was no t  
l i n e a r .  The two pe rcen t  a d d i t i o n  o f  sodium had t h e  l a r g e s t  e f f e c t  on  CO convers ion 
The product  s e l e c t i v i t i e s  were l i k e w i s e  a f fec ted ,  a lcohol  decreas ing and t h e  C5' 
f r a c t i o n  i nc reas ing  with sodium con ten t .  

Ca ta l ys ts  prepared w i t h  CuC12 were l e s s  a c t i v e  than those w i t h  Cu(N03)~.  
Table V I  compares two p a i r s  o f  o the rw ise  i d e n t i c a l  c a t a l y s t s .  I n  bo th  cases, t h e  
c a t a l y s t s  prepared from t h e  c h l o r i d e  had lower  conversions, and lower  C5' and ROH 
s e l e c t i v i t i e s .  However, t hey  had h ighe r  CH4 s e l e c t i v i t i e s .  . 

The ef fects  o f  process v a r i a b l e s  on convers ion were b r i e f l y  s t u d i e d  w i t h  one 
c a t a l y s t  formulat ion;  t h e  r e s u l t s  a r e  g i v e n  i n  Table V I I .  Larger  convers ions were 
obta ined a t  h ighe r  temperature and H2/CO r a t i o ,  w h i l e  pressure had 1 i t t l e  e f f e c t .  
S e l e c t i v i t y - w i s e ,  t h e  f o l l o w i n g  t r e n d s  were observed: (1 )  increase i n  temperature- 
h ighe r  c2-64 and C5' and lower  CH4 and o l e f i n / p a r a f f i n  r a t i o ;  (2 )  i nc rease  i n  H2/ 
CO r a t i o  - lower  o l e f i n / p a r a f f i n  r a t i o ;  

F igu res  1 and 
2 g i v e  conversions and s e l e c t i v i t i e s  f o r  one r u n  c o n d i t i o n .  Other r u n  c o n d i t i o n s  
gave s i m i l a r  t rends.  Conversion was found t o  c o r r e l a t e  bes t  w i t h  t o t a l  metal 
l oad ing .  Conversion reached a maximum a t  a t o t a l  l oad ing  around 18%. Therea f te r ,  
Conversion l e v e l l e d  o f f  o r  decreased s l i g h t l y  w i t h  i nc reas ing  metal con ten t .  
Product ion of  C02 appeared t o  be c l o s e l y  r e l a t e d  t o  CO convers ion.  Hydrocarbon 
s e l e c t i v i t i e s  c o r r e l a t e d  bes t  w i th  metal r a t i o .  A t  one extreme, t h e  Co c a t a l y s t  

Genera l ly ,  o l e f i n / p a r a f f i n  

Table I V  shows t h e  r e s u l t s  o f  d i f f e r e n t  pret reatments.  The c a t a l y s t  pre-  

The c a t a l y s t  t h a t  was he ld  

Table V shows t h a t  increased sodium on c a t a l y s t s  caused a decrease i n  CO con- 

( 3 )  increase i n  pressure - no e f f e c t .  
The e f fec t  o f  c a t a l y s t  composi t ion was s tud ied  i n  some d e t a i l .  
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produced a high percentage of  CH4 and no ROH. 
decreased and ROH increased. 
of c a t a l y s t  compositions. 
extreme, the Cu c a t a l y s t  gave h i g h  ROH with only a small percentage of CH4 and 
C2-C4. 

As the f r a c t i o n  of  Cu increased,  CH4 
Of s igni f icance ,  C2-C4 was higher over a wide range 

A t  the  other  The C5+ f r a c t i o n  showed a s imi la r  t rend .  

DISCUSSION 
Catalyst  Characteri z a t i  on 
I t  i s  evident t h a t  Co and Cu i n t e r a c t  d u r i n g  the prereduction s t e p .  The 

presence of Cu engendered reduction of the Co. 
much grea te r  metal dispers ion than each one separately.  
found a s imi la r  e f f e c t  f o r  RuCu and OsCu c a t a l y s t s .  
s in te r ing  of the highly dispersed metals. 
c a t a l y s t s  would most l i k e l y  cause a severe deact ivat ion o f  the or ig ina l  c a t a l y s t  
a c t i v i t y  . 

The degree of dispers ion was grea t ly  a f fec ted  by the  pretreatment used. 
Oxidized and N2 t rea ted  c a t a l y s t s  gave low metal dispers ions a f t e r  high temperature 
reduction, whereas d i r e c t  treatment of the oven-dried c a t a l y s t s  w i t h  H2 during 
heating gave much b e t t e r  dispers ions.  In the l a t t e r  case ,  the  heating schedule 
was important, viz., holding a t  250° before subsequent high temperature heat-up 
resul ted in even higher dispers ions.  Similar improvement in metal dispers ion was 
found f o r  N i  c a t a l y s t s  (10) .  
small metals c r y s t a l l i t e s  which a r e  then s t a b l e  a t  the  higher temperatures. 
Increased metal dispers ions were re f lec ted  in higher c a t a l y s t  a c t i v i t i e s  f o r  CO 
conversion. 

an a l l o y  phase o r  s t a b l e  surface b imeta l l ic  c l u s t e r s  (11) .  
microprobe r e s u l t s  a r e  i n  accord w i t h  t h i s  viewpoint. These s t a t e s  may be more 
s t a b l e  towards s in te r ing  than c r y s t a l l i t e s  of the individual metals. 
research along these l i n e s  i s  i n  progress and wil l  be reported a t  a l a t e r  date .  

Catalyst  React ivi ty  
Temperature had the most profound e f f e c t  on c a t a l y s t  a c t i v i t y  and react ion 

The two together resu l ted  in  a 
S i n f e l t ,  ( 9 )  

Reoxidation caused appreciable 
Hence, a i r  regeneration of aged 

Evidently, slow heating r e s u l t s  in formation of 

The increased dispers ion found in  H2 pretreatment may be due  t o  formation of 
The x-ray and electron 

Further 

path. 
hydrocarbons and water; whereas a t  275' and higher, conversions were h i g h  w i t h  
formation of hydrocarbons and carbon dioxide.  T h i s  i s  more o r  l e s s  typical  of 
cobal t-containing Fischer-Tropsch c a t a l y s t s  (1 2 ) .  

ing, as  expected. 
of a c t i v e  metal surface area was not e n t i r e l y  proportional t o  the  t o t a l  metal 
present. 
dispersion achieved f o r  the various loadings. 
higher loadings,  where conversions were found to  t a i l  o f f .  
be due t o  s in te r ing  of the basic metal c r y s t a l l i t e s  t o  larger-s ized p a r t i c l e s .  

t o  f a c i l i t a t e  reduction of the metal components, b u t  not a l t e r  a c t i v i t y  o r  se lec-  
t i v i t y  (12) .  
gave differences in s e l e c t i v i t i e s .  Thus, the Co c a t a l y s t  gave s e l e c t i v i t i e s  
r e l a t i v e l y  high in CH4, low in C5+ and no ROH;  whereas, the  Cu c a t a l y s t  gave pre- 
dominately ROH (Figure 2 ) .  
t i v i t i e s  f o r  CH4 and Cg+ and low ROH. 
the  CoCu c a t a l y s t  was in t h e  C2-C4 range, which approached c lose  t o  50% of the 
hydrocarbon product. 
in Cu t o  Co r a t i o ,  the C2-C4 s e l e c t i v i t y  was r e l a t i v e l y  insens i t ive  t o  t h i s  
parameter. 
s e l e c t i v i t i e s .  

In addi t ion,  the  C5+ s e l e c t i v i t y  increased while the ROH decreased. 

T h u s ,  a t  2500 and below, conversions were low and the major products were 

A t  a given s e t  of condi t ions,  c a t a l y s t  conversions increased with metal load- 
However, the increase was not l i n e a r  indicat ing t h a t  the amount 

Differences could reside in var ia t ions  i n  degree of reduction and metal 
This i s  espec ia l ly  evident a t  the 

The l a t t e r  e f f e c t  may 

The addi t ion of  copper as a promoter i n  Fischer-Tropsch c a t a l y s t s  was reported 

In addi t ion t o  improving the reduction of Co, our CoCu c a t a l y s t s  a l so  

In c o n t r a s t ,  the  CoCu c a t a l y s t s  gave moderate se lec-  
The s i g n i f i c a n t  s e l e c t i v i t y  improvement w i t h  

Although product s e l e c t i v i t i e s  changed somewhat w i t h  increase 

The major e f f e c t  was t o  decrease the C5+ and increase the ROH 

The addi t ion of sodium t o  the c a t a l y s t  had a depressing e f f e c t  upon conversion. 
Sodium ' 
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addition t o  a Co:Cu ( 9 : l )  c a t a l y s t  was reported t o  be unfavorable (13) ,  resu l t ing  
i n  increased molecular weight of products and rapid c a t a l y s t  decl ine.  Since most 
of t h e  c a t a l y s t s  were prepared using sodium carbonate a s  t h e  prec ip i tan t ,  some 
sodium may have been retained by the c a t a l y s t s  a f t e r  washing. Comparison of 
conversions (Figure 1 )  ind ica tes  t h a t  u p  to  1% Na may have been present in  the 
normally prepared c a t a l y s t s .  
more ac t ive .  

e f f e c t  on c a t a l y s t  performance. 
decrease i n  ROH s e l e c t i v i t y ,  s t rangely para l le l  t o  the e f f e c t  of added sodium. The 
reason f o r  this e f f e c t  is  not known a t  present .  
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Table I. C a t a l y s t  Composit ions 

wt . ,  %b 
cu - co - Remarks‘ 

2 0 0 A1203 o n l y  
3 8.5 0 
4 0 13.0 
5 7.8 11 .o 
7 7.1 8.8 

10 ------------------------------------------------------4-2--3--------- 5.1 4.0 (NH ) CO used 
17 7.5 4.9 
18 8.1 16.1 
19 7.4 1.3 
33 7.3 0 
34 0 12.3 
37 9.8 8.1 
38 6.4 8.8 
42 5.5 15.5 
43 5.0 3.4 NH40H used 

44 4.8 3.6 
51 5.6 3.9 NH40H used, 1% Na20 added 

NH40H used, 2% Na20 added d 
d 

aCa ta l ys ts  above d o t t e d  l i n e  prepared w i t h  CuC12 and those below w i t h  Cu(NO3l2. 
bOven-dri ed bas i s  
‘Na2C03 used f o r  p r e c i p i t a t i o n  except where o the rw ise  noted. 
dImpregnati  on 
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Table 111. Analysis o f  Reaction Products 

Component 

HZ 

N2 

co2 

CH4 

co 

C2H4 

‘ZH6 

C3H6 

C3H8 

‘4% 

‘qH1 0 

c5+ 

H2° 

ROH 

Vol ume ,% 

55.3 

0.18 

22.6 

0.18 

3.06 

0.021 

0.135 

0.157 

0.178 

0.034 

0.108 

0.30 

0.22 

0.40 

S e l e c t i v i t y ,  % 

46.0 

28.4 

22.3 

3.3 

CO Conversion % 23.2 

C02’ % 2.7  

Olef injparaff in  0.53 

Catalyst 38, 18.47 g charge 

Reaction conditions: 235”, 750 psig,  3H2/C0, 7.14 cc/sec 
i 
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Table IV. Effect  o f  Pretreatment on Conversion 

CO Conversion, % 
Pretreatmenta: A B c D 
Catalyst  

7 b  37 58 
38' 17 38 16 

apretreatments : 
A - (1 )  a i r ,  520°, 4 hr. (2)  H 2 ,  275', '2 hr., 5 psig.  
B - (1) H 2 ,  520°, 4 hr., 5 psig.  
C - ( 1 )  H2, 225', 4 hr. (2)  H2, 520°, 4 hr., 5 psig. 
0 - (1)  H 2 ,  225', 4 hr. (2 )  H 2 ,  520°, 4 hr. 60 psig. 

bReaction condi t ions:  

'Reaction condi t ions:  

275', 750 psig, 2H2/C0, 0.77 cc/g sec.  

250°, 750 psig,  2H2/C0, 0.77 cc/g sec. 

Table V .  Ef fec t  of  Sodium on Cata lys t  Act iv i ty  

Cata lys t  43 51 44 

Na20, % 0 1 2 

co Conv., %a 22 19  2 

S e l e c t i v i t y  

36 37 37 

36 40 33 

18 21 30 

ROH 10. 2 0 

C1 

'2-'4 

c5+ 

aReaction condi t ions:  275', 500 psig,  2H2/C0, 0.77 cc/g sec. 
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Table VI. Effect of Copper S a l t  on Catalyst  Act ivi ty  

Pair  
Catalyst 
Cu s a l @  
co Conv., %b 

Selec t iv i ty  

'2-'4 

ROH 
c5+ 

1 
10 43 

c1 N03 
9 39 

42 35 
45 38 
13 19 
0.2 a 

2 
7 38 

c1 NO3 
59 90 

40 26 
41 42 
18 26 

2 6 

a Used in c a t a l y s t  preparation 

Reaction Conditions: 275O, 750 ps ig ,  2H2/C0, 0.77 cc/g sec 

Table VII. Effect o f  Process Variables on Conversion 
Values a r e  CO Conv., % 

Temp. ,'C 235 250 

Catalyst 38, 0.38 cc/g sec 
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FIG. 2 

CATALYST SELECTIVITIES VERSUS WEIGHT FRACTION COPPER - RUN I 
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DONOR SOLVENT REACTIONS WITH COAL 
IN A BATCH-RECYCLE SYSTEM 

Doohee Kang, L .  L.  Anderson a n d  W .  H. Wiser 

Department of Mining, Metallurgical and Fuels Engineering 
University of Utah,  Sa l t  Lake City, Utah 84112 

INTRODUCTION 

Numerous reporst  concerning kinetics of coal dissolution with hydrogen donor  
solvent are available.  However, l i t t l e  knowledge about the primary products  
and the reactions which take place in experiments with sho r t  residence times 
have been reported un t i l  recently.  

This study involved the dissolution of coal in hydrogen donor  solvent ( t e t r a l i n )  
in a rapid heat and rapid quench batch recycle system (Figure 1 ) .  
residence time of the coal-solvent slurry was in the range of a few seconds 
per pass i n  the s lu r ry  dissolver.  The different ia l  reactor system of batch 
recycle applied here had two main advantages compared with conventional auto- 
claves. 1) The rapid i n i t i a l  r a t e  was expanded i n  the time sca l e  of 
different ia l  conversions; consequently, the i n i t i a l  conditioning period was 
minimized. In addi t ion,  continuous monitoring of data in a s ingle  r u n  gave 
more def ini t ive and smoother r e su l t s  which could probably n o t  have been 
achieved by batch experiments. 
only a few seconds of thermal exposure of the slurry ( a t  the reaction 
temperature) per pass. 
polymerization reactions o f  the primary reaction products and permitted the 
analysis of these primary fragmentation products from the dissolution process. 

EXPERIMENTAL 

The 

2) A quench system was used which allowed 

This apparently reduced the reorganization and 

A weighed amount of coal par t ic les  vehicled with small amounts o f  t e t r a l i n  was 
vacuum fed into the s lu r ry  mixer. When addition of coal t o  the system was 
completed, hydrogen was used t o  purge and pressurize the system. Pumping of 
the coal-solvent s lu r ry  was carried o u t  a t  room temperature for  about 10 - 30 
minutes while the s lu r ry  mixer was s t i r r ed  a t  1200 rpm to  achieve complete 
suspension of the s lu r ry  throughout the system. The dissolver was heated t o  
the reaction temperature t o  s t a r t  the experiment. Less t h a n  three minutes 
was required t o  heat the s lurry t o  400°C in the dissolver. Flow velocity was 
7.7 f t / s ec  when i t  was measured a t  the i n l e t  t o  the preheater. Based on the 
conditions of 400°C and 1500 psig H E ,  about  s i x  seconds of residence time of 
the slurry i n  the  isothermal dissolver was achieved per pass. Slurry samples 
were taken a t  the mixer i n  s izes  t o  minimize system disturbance. 
samples taken were weighed and centrifuged a t  21,000 r p m  for  40 minutes t o  
separate solid residue and  l iquids .  
subjected t o  gas chromatographic analysis t o  determine hydrogen t ransfer .  
Other methods of analysis were applied t o  the extracts from the reaction such 
as molecular weight a n d  proton NMR. 

Slurry 

Liquid portions of the samples are  
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Sequential washing of residual sol ids  with fresh t e t r a l i n ,  benzene and 
pyridine was carried out t o  determine conversion data. Analysis of the ash 
content i n  the solid residues was used t o  determine the exact conversion 
figures.  
condenser in ser ies  a t  77°K t o  t r a p  the vapor products passing out through 
the gas vent. 
average r a t e  of 8 cc/sec a t  S .T .P . ) .  

The following conditions were used fo r  the system: 

Gaseous products were collected in a l iquid nitrogen double 

The r a t e  of gas flow was kept t o  a m i n i m u m  (approximately an  

Temperature 
slurry dissolver 4OOOC 2 5°C 
quench ou t l e t  50-70°C 

Note: Too low a temperature a t  the quench ou t l e t  was avoided to  prevent wall 
deposition of products which could occur even a t  high turbulence 
(7.7 f t  sec). 

s lurry mixer temperature 100°C 2 2°C 
Note: Low temperatures were avoided here for  the same reason as above. 

H2preheater i n l e t  1650 psig 
dissolver 1500 psig 
s lurry mixer 1350 psig 

Coal : solvent r a t i o  = 1 : 9 

Coal = Bituminous coal ,  Hiawatha, Utah 

par t ic le  s ize:  

( V . M .  =48.1%, F.C. =43.3%, ash =6.4%, S =0.7%) 

270/400 mesh,sp g r  < 1.35 

Figure 2 shows overall conversions data (pyridine soluble + gas,  benzene 
soluble + gas  and total  gas) as a function of the residence time of the reac- 
t ion.  One se t  of numbers on the' time scale  (lower numbers) shows actual 
accumulated r u n  time which i s  a time scale  based on different ia l  reaction. 
The upper numbers on the time scale represent the t rue residence time calcu- 
lated as i f  reaction were carried o u t  in tegral ly .  When coal par t ic les  are 
homogeneously suspended throughout the system, the relationship between these 
two time scale holds t h a t ,  

where ti = residence time in integral conversion 
t d  = residence time i n  different ia l  conversion 
w = mass hold u p  in dissolver 
bl = mass hold u p  in the remainder of the reactor system 

W t .  = - t 
' W d  
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Figure 3 shows net naphthalene and o ther  t e t r a l i n  derived compounds VS.  percent 
conversion. Table 1 shows the gas composition from gas chromatographic 
analysis.  
pressure osmometry. 

A s  shown in Table 2 the  average molecular weights o f  both the cyclohexane 
soluble portion and the  t e t r a l i n  soluble and cyclohexane insoluble portions 
gradually decreased as conversion proceeded. 

DISCUSSION O F  RESULTS 

Figure 2 represents conversion-time data i n  real  time and d i f f e ren t i a l  time. 
Figure 3 shows the  same data i n  terms of naphthalene formation vs. conversion. 
Naphthalene formation was used here t o  indicate hydrogen t r ans fe r ,  From the  
data in both f igures ,  two separate reaction regimes may be visualized. The 
kinetics a re  i n i t i a l l y  very rapid w i t h  minimal H2 transfer.  After about 
1.5 minutes the  conversion r a t e  decreases and the t ransfer  of hydrogen 
increases. 

During the i n i t i a l  stages o f  the  reaction, gas formation appears t o  predomi- 
nate as shown by the gas production i n  Figure 2 and l o w  H2 t ransfer  i n  
Figure 3 .  The r a t e  o f  gas production rapidly decreased a f t e r  about 1 minute 
a s  shown by the  nearly horizontal p a r t  of the curve i n  Figure 2. 

Formation o f  gaseous products appeared t o  be concentrated i n  the  f i r s t  s tage  
o f  the reaction. As can be seen i n  Figure 3 a negligible amount of  hydrogen 
appears t o  have been transferred i n  the i n i t i a l  stages of the reaction. After 
t he  inf lec t ion  point the following regime of reaction ( a f t e r  about 27% benzene 
so l .  + gas) consisted of a slower overall  reaction but one involvin a rapid 
hydrogen t ransfer  (up t o  around 60% of  the benzene soluble fraction?.  Again 
there  appeared t o  be a decrease i n  t he  rate of hydrogen t ransfer  a f t e r  about 
seven minutes of actual reaction time. These phenomena are  s t r ik ing ly  
similar t o  what Neavel (1) found except t ha t  in f lec t ions  of the conversion 
curves were not observed in Neavel's experiments. 
advantage of using the d i f f e ren t i a l  reaction system employed i n  o u r  experi- 
ments. The f ac t  t ha t  t e t r a l i n  i s  consumed l e s s  than 20 parts per 100 parts 
of coal for benzene soluble conversion levels of around 80% shows consider- 
able discrepancy from many previous r e su l t s .  
shown u p  t o  40 parts of t e t r a l i n  converted per 100 par t s  of coal.)  
our resu l t s  cannot be d i r ec t ly  compared fo r  example to  Neavel due t o  
d i f fe ren t  experimental conditions such as a d i f f e ren t  tetra1in:coal r a t i o  
(9:1 compared t o  2:l)  a n d  a hydrogen atmosphere i n  our experiments, some of 
the  same trends were observed. 

The i n i t i a l  regime o f  the dissolution reaction appeared t o  be controlled by 
thermal d is in tegra t ion  of the  coal w i t h  evolution of gases. The lack of 
t e t r a l in  penetration in to  the  micro ( in te rna l )  pore structure of  the coal 
(which is known t o  comprise about 80% o f  the to t a l  pores of the  coal)  seems 
t o  make the solvent-coal reaction l e s s  important during the i n i t i a l  stages. 
Also coaa i s  known t o  be bimodal with s izes  of the internal pores d is t r ibu ted  
around 5 t o  8fi which would make i t  d i f f i c u l t  fo r  t e t r a l i n  molecules 

Table 2 shows molecular weights of the products measured by vapor 

This may point ou t  one 

(For example, some others have 
Although 
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(diameter about 10A) to  en ter  these pores and make contact with internal 
reaction s i t e s .  Therefore, mere wetting o f  the external surface of coal may 
have taken place until  opening of the micropores occurred by escaping trapped 
gases. An excess amount of solvent was supplied fo r  the  reaction (9:l r a t i o  
of solvent to coal)  s ince  previous experiments by our laboratory and others 
showed t h a t  belo!< approximately a 6:l r a t i o  of tetra1in:coal the t e t r a l i n  
became the  l imiting reactant ( 2 ) .  Following the i n i t i a l  period of rapid 
donation of  hydrogen from t e t r a l in  additional reaction paths may have been 
followed by introduction of t e t r a l i n  i n t o  fresh reaction s i t e s  without 
r e s t r i c t ion  of diffusion in to  or ou t  of  the pores i n  the  coal par t ic les .  
l a s t  stage of hydrogen donation appears t o  be controlled by diffusion e i the r  
of fresh t e t r a l i n  in to  the coal par t ic les  o r  products out of the par t ic les .  
Even though the conversion r a t e  is approximately constant (Figure 2 )  the 
hydrogen t ransfer  r a t e  a f t e r  the i n i t i a l  rapid reaction i s  much l e s s  than the  
conversion ra te  as shown i n  Figure 3.  

The data a f t e r  about 10 minutes of actual reaction time fo r  pyridine soluble 
and benzene soluble conversion were approximately the  same. 
surprising since the i n i t i a l  reactions gave much higher benzene soluble y ie lds .  
With  the reaction system used the coal solvent mixture reached h i g h  tempera- 
tu res  followed by a quench which lowered the  temperature t o  near ambient 
except during the time when the coal solvent mixture was i n  the reac tor  o r  
heater. This gives some indication tha t  perhaps th i s  method of coal solvent 
in te rac t ion  could improve product qua l i ty  subs tan t ia l ly .  

The analysis of the gases which were released d u r i n g  the dissolution process 
whichshowed tha t  methane formation was very small compared w i t h  t h a t  fo r  
o ther  gases. 
the  coal s t ruc ture  i s  concerned. As the carbon number o f  the molecules i n  
the  gas phase which appeared as products increased i t  i s  apparent from Table 1 
t h a t  the fraction of the  gases of a par t icu lar  molecular weight which a re  
normal s t r a i g h t  chain hydrocarbon compounds decreased. This increasing r a t i o  
of unsaturates a s  the molecules became longer may be a t t r ibu tab le  t o  the 
longer l i fe t ime of some f r e e  radicals which survive u n t i l  the quench 
conditions change the temperature of the  product mixture. As can be seen i n  
Table 1 a substantial  amount of isomers were formed fo r  C4 compounds. 

Substantial amounts o f  dihydronaphthalene were formed during the dissolution 
process. 
been related to  mild hydrogen t ransfer  conditions or to have been an in te r -  
mediate in the dehydrogenation of t e t r a l i n  (o r  naphthalene formation). The 
majority of the dihydronaphthalenes were formed i n  a very short  time i n  the 
i n i t i a l  stages of the reaction. The amount of these dihydronaphthalenes 
gradually decreased as conversion proceeded a f t e r  giving a maximum a t  the 
f i r s t  data point taken for  the reaction a t  400° ( a t  about s ix  seconds) as 
shown i n  Figure 3 .  
might follow the  trends shown i f  i t  were an intermediate i n  a reaction path 
leading to  naphthalene from t e t r a l in .  Such a consecutive reaction scheme 
would include the s teps :  

The 

This i s  somewhat 

T h i s  may or  may n o t  have implications as f a r  as the linkages i n  

The formation of t h i s  dihydronaphthalene appears e i the r  t o  have 

In t h i s  t e t r a l i n  excessive environment, dihydronaphthalene 

kl k2 Tetralin-1 Dihydronaphthalene--) Naphthalene 
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where the  par t icu lar  shape of the curves for  dihydronaphthalene and 
naphthalene concentrations would depend on the r e l a t ive  values of  k l  and k2 
(assuming the reactions to  be simple f irst  order).  
from the formation of dihydronaphthalene turned out t o  be over 99% of 1 ,  2- 
dihydronaphthalene. 
follow the same trends as given by Neavel (1) although he showed smaller 
quant i t ies  formed. 
coal/solvent r a t i o  were d i f fe ren t .  
prevailed over trans-decalin. 
decalins needs mechanistic explanation and fur ther  experimental work wi 11 
probably have t o  be done t o  explain the  r e su l t s  obtained. 
important i s  precise analyses o f  a l l  of the chemical species present as a 
function of reaction time (or extent o f  reaction).  

The species resu l t ing  

Hexa-, octa-,  and decahydronaphthalene concentrations 

T h i s  i s  probably t o  be expected s ince  his conditions and 
The formation o f  cis-decalin always 

The r e su l t s  concerning dihydronaphthalenes and 

Especially 
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Table 1. Gaseous Compounds 

From reaction of tetralin with Hiawatha Coal at 400°C 
(collected in liquid nitrogen at 77°K (-196OC)) 

(Tetra1in:coal = 9:l; weight basis) 

Compound % X Composition Composition X Composition 
in each Homologs satlunsat. of Homologs 

.3 100 lOO/O .3 
- c1 

c2 

c3 

39.7 

- 
'71 8 

69/31 36.2 

32.6 82 
c2 = 7.1 18 

25.0 69 
c3 = 11.2 31 

i C4 1.7 14* 
5.6 46 c4 

1&iC4 = .9 7* 60/40 12.1 

t,C2C4 = 3.9 33 

6.2 
n,iC5 3.5 56** 
allC5 = 2.8 44 

a1 1 C6 5.1 5.1 

a1 1 C7 .6 .6 

allC8 .3 .3 

* substantial amount of isomers 
**mostly normal with small amount isomer on shoulder 
Notes : 
1. 
2. 

X Composition based on gaseous products up to C8 vapors collected. 
Gas chromatographic analysis with the following conditions: 
20 ft. activated alumina (F-1) 
program temperatures from 60°C to 280°C (8"C/min.) 
He carrier gas flow rate = 30 me/min. 
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Table 2. Molecular Weight o f  Extraction Products 
from Coal Extraction w i t h  Tetralin a t  400°C 

Conversion Cyclohexane so luble  Cyclohexane insoluble 
(benzene soluble) Tetralin soluble 

11.5 669 1506 

27.7 539 1501 0 

37.4 794 1368 

42.5 504 1288 

58.6 430 1126 

77.5 436 1203 
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Figure I .  Batch recyc le  system for  d i s s o l u t i o n  o f  coal i n  a hydrogen donor s o l v e n t .  

F igure  2. Conversion data  f o r  Oisso lu t ian  of  HidWafha (Utah)  Coal a t  400'C upper t ime  
sca le  i s  true r e a c t i o n  t lme .  lower numbers are actua l  run t l m .  9 
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F igure  3. Hydrogen transfer I S  measured by t e t r a l i n  d e l - i v a t i w s  frcm rear t ions w i t h  coal a t  40ODC 
(Hiawatha Coal) 
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COMPOSITION OF SELECTED FRACTIONS FROM COAL TARS 
PRODUCED FROM AN UNDERGROUND COAL GASIFICATION TEST 

S. Bruce King 

Energy Research and Development A d m i n i s t r a t i o n  
Laramie Energy Research Center 

P. 0. Box 3395, U n i v e r s i t y  S t a t i o n  
Laramie, Wyoming 82071 

INTRODUCTION 

The remaining f o s s i l  energy resources conta ined w i t h i n  the  U n i t e d  Sta tes  
a r e  comprised p r i m a r i l y  o f  c o a l .  These resources have been es t imated a t  3.9 
t r i l l i o n  s h o r t  tons ( I )  o r  enough coa l  t o  p r o v i d e  t h i s  count ry  w i t h  all o f  
i t s  energy needs f o r  the  n e x t  two hundred years.  One drawback w i t h  t h i s  v a s t  
p o t e n t i a l  i s  the  d i f f i c u l t y  i n  u t i l i z i n g  t h i s  resource. Es t imates  i n d i c a t e  
t h a t  on l y  10-25 percent  ( I )  i s  recoverab le  u s i n g  present  day techniques. The 
remaining coa l  seams a r e  e i t h e r  too  deep o r  too  low i n  q u a l i t y  t o  mine 
economi ca 1 1 y . 

I n  an e f f o r t  t o  develop t h i s  inaccessable resource ERDA has sponsored 
severa l  d i f f e r e n t  research programs i n  underground coal  g a s i f i c a t i o n .  The 
Laramie Energy Research Center has been deve lop ing  a technique c a l l e d  the  
l i n k e d  v e r t i c a l  w e l l  (LVW) process t o  produce a low-Btu gas by g a s i f y i n g  a 
coal  seam i n  s i t u .  

The f i e l d  t e s t s  conducted a t  Hanna, (2,3) Wyoming, have shown t h a t  a 
low-Btu gas can be produced and a g r e a t  deal  o f  c o n t r o l  can be achieved in  
d i r e c t i n g  the  underground r e a c t i o n  systems, thereby r e s u l t i n g  i n  h igh  
u t i l i z a t i o n  o f  the  coa l .  The most recent  f i e l d  t e s t  conducted from A p r i l  
through J u l y  o f  1976 showed a t o t a l  o f  6700 tons o f  coa l  u t i l i z e d  and pro- 
d u c t i o n  ra tes  up t o  12 MM sc f /day .  (4 )  The h i g h e s t  h e a t i n g  va lue  ob ta ined 
f o r  a subs tan t i a l  p e r i o d  was approx imate ly  175 B t u / s c f .  In  a d d i t i o n  t o  t h i s  
low-Btu gas an o r g a n i c  condensate was co-produced w i t h  t h e  gas. For l ack  o f  
a b e t t e r  term, t h i s  o r g a n i c  l i q u i d  has been c a l l e d  a coa l  t a r .  I t s  compo- 
s i t i o n  has been s t u d i e d  f o r  var ious  reasons, one o f  which i s  t o  a s c e r t a i n  
i t s  va lue  as a petrochemical  feedstock o r  f u e l .  

Another c o n s i d e r a t i o n  i s  t h e  p o s s i b l e  changes i n  composi t ion due t o  
changes i n  r e a c t i o n  c o n d i t i o n s .  A d d i t i o n a l l y ,  the  p o s s i b l e  environmental  
e f f e c t s  o f  such a by-product on groundwater q u a l i t y  must also be accounted 
f o r  s ince  the  seam i s  considered t o  be a low-grade a q u i f e r .  Wi th  these 
thoughts i n  mind, t h e  c h a r a c t e r i z a t i o n  was s t a r t e d  t o  p o s s i b l y  answer these 
quest ions.  

DESCRIPTION OF THE LINKED VERTICAL WELL (LVW) PROCESS 

The coa l  seam a t  the  Hanna s i t e  i s  30 f e e t  t h i c k ,  approx imate ly  300 f e e t  
deep and o f  subbituminous rank, a coa l  t y p i c a l  o f  most Western coa ls .  

Numbers i n  parentheses r e f e r  t o  re fe rences  a t  t he  end o f  t h e  t e x t .  



The LVW process i nvo l ves  two d i s t i n c t  and separa te  s teps .  The f i r s t  i s  
a l i nkage  s t e p  t o  ach ieve  t h e  d e s i r e d  p e r m e a b i l i t y  necessary f o r  t he  subse- 
quent g a s i f i c a t i o n .  T h i s  1 inkage i s  achieved th rough a reverse  combustion 
process as shown i n  F i g u r e  1 and then the  g a s i f i c a t i o n  s t e p  us ing  a fo rward  
combustion process f o l l o w s .  The produced gases f l o w  through the  p r e v i o u s l y  
formed l i n k a g e  pa th  to  the p r o d u c t i o n  we l l  and f i n a l l y  t o  the  sur face .  The 
coa l  t a r s  a r e  produced w i t h i n  the  r e a c t i o n  zone and c a r r i e d  to t he  sur face  w i t h  
the  produced gas. 

The p a r t i c u l a r  sample t o  be d iscussed i n  d e t a i l  was produced d u r i n g  the  
f i r s t  t e s t  a t  Hanna ( c o l l e c t e d  on December IO, 1973) bu t  r e f e r e n c e  t o  o t h e r  
samples f rom more r e c e n t  t e s t s  w i l l  be made. 

EXPERIMENTAL 

Nonaqueous t i t r a t i o n  o f  n i t r o g e n  was performed i n  a c e t i c  anhydr ide  and 
benzene w i t h  HCIO, as descr ibed by B u e l l .  (5)  GLC analyses o f  t a r  a c i d s  were 
done on a I O '  x .055" 10% SP-1200/1% H~POL, on Chromosorb W AW column. Wi th  a 
he l ium c a r r i e r  gas, a f l ow  r a t e  o f  70 ml/min,  i so thermal  for 2 min a t  130" C, 
then 2" C/min inc rease t o  200" C, a usab le  s e p a r a t i o n  of components resu l ted .  
GLC analyses of t h e  a l i p h a t i c s  were done on a 20'  x .055" 3% SP-2100 on 
Supelcoport  column. W i t h  a f l o w  r a t e  o f  h e l i u m  c a r r i e r  gas a t  70 ml/min, 
isothermal a t  50" C for 4 minu tes ,  then a 2' C/min inc rease t o  300" C ,  a 
usable s e p a r a t i o n  was achieved. GC-MS d a t a  were c o l l e c t e d  on a system us ing  
a HP-5712 gas chromatograph i n t e r f a c e d  t o  an AEI MS-12 mass spectrometer.  

Simulated d i s t i l l a t i o n s  were performed w i t h  use o f  gas chromatography 
w i t h  residue d e f i n e d  as  any m a t e r i a l  t h a t  does n o t  b o i l  below 1000° F. 

F r a c t i o n a t i o n  i n t o  bas i c ,  a c i d i c  and n e u t r a l  f r a c t i o n s  was accomplished 
by aqueous m i n e r a l  a c i d ,  sodium b i c a r b o n a t e ,  and c a u s t i c  soda e x t r a c t i o n ,  
pH adjustment t o  regenera te  t h e  spec ies  and e x t r a c t i o n  w i t h  d i e t h y l  e ther .  
N e u t r a l s  were a l s o  separa ted  i n t o  a l i p h a t i c  and a r o m a t i c  f r a c t i o n s  w i t h  t h e  
use o f  s i l i c a  ge l .  Hexane was used t o  e l u t e  the  a l i p h a t i c s  and methanol t o  
remove t h e  aromat i c s .  

PHYSICAL PROPERTIES 

The f o l l o w i n g  range o f  phys i ca l  p r o p e r t i e s  were determined f rom many 
samples c o l l e c t e d  d u r i n g  the  th ree  d i f f e r e n t  t e s t s  conducted a t  Hanna, 
Wyom i ng . 

Table I - P h y s i c a l  P r o p e r t i e s  

S p e c i f i c  g r a v i t y  a t  60" F - 0.960 - 0.977 
V i s c o s i t y  a t  100" F - 3.5 - 13.2 c e n t i s t o k e s  

- 14,000 - 17,300 B t u / l b  I Heat o f  combustion 

As shown i n  T a b l e  I t h e  phys i ca l  parameters o f  these coa l  t a r s  a re  
d e s i r a b l e ,  i n  p a r t i c u l a r ,  t h e y  a re  very  mob i le  compared t o  t y p i c a l  coal  
t a r s .  
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CHEMICAL PROPERTIES 

The elemental  a n a l y s i s  (Table I I ) ,  f o r  the  sample c o l l e c t e d  on 
December IO, 1973, i s  t y p i c a l  f o r  most o f  t he  t a r s  produced from the  
underground coa l  g a s i f i c a t i o n  t e s t s  a t  Hanna. 

aPercentage determined by d i f f e r e n c e  

The maximum values f o r  n i t r o g e n  and s u l f u r  t h a t  have been observed 
a r e  1 percent  and 0.5 percent  r e s p e c t i v e l y .  

Another technique used for a n a l y s i s  i s  s imu la ted  d i s t i l l a t i o n s .  The 
s i m u l a t e d  d i s t i l l a t i o n  o f  the  coa l  t a r  ( c o l l e c t e d  December IO, 1973) i s  
shown i n  F igure  2. The i n t e r e s t i n g  p o i n t  is t he  f a c t  t h a t  none o f  t he  
m a t e r i a l  b o i l s  above 950" F. When compared w i t h  t h e  s imu la ted  d i s t i l l a t i o n  
o f  a coal  t a r  produced by l a b o r a t o r y  c a r b o n i z a t i o n  (F igure  3).  t he  obvious 
d i f f e r e n c e  i s  i n  t he  b o i l i n g  p o i n t  d i s t r i b u t i o n .  With use o f  i n t e r n a l  
standard,  i t  was determined t h a t  t h e  carbon ized l a b o r a t o r y  sample was 24 
percent  (we igh t )  r e s i d u e  o r  m a t e r i a l  b o i l i n g  above 1000" F versus 0 percent  
f o r  the  UCG sample (Table I I I ) .  

Tab le  I l l  - B o i l i n g  Range D i s t r i b u t i o n  
I t 

Amb- 400- - 500- 600- 700- 800- 900- 
Sample 400°F 500 600 700 800 900 E Residue 

Carbonized 0 11.3 16.3 13.1 15.2 12.4 7.5 24.2 1 
UCG sample 6.2 16.9 25.6 28.2 16.0 5.3 1.8 0 

Tab le  I I  - Elemental  A n a l y s i s  

- 0.18 
Oa - 2.27 

Th is  demonstrates an impor tan t  p o i n t  about t h e  UCG coal  t a r .  I t  i s  a 
f r a c t i o n a t e d  p o r t i o n  o f  t he  t o t a l  produced coal  t a r .  The passage through the 
p r o d u c t i o n  pa th  up t o  the  s u r f a c e  from t h e  r e a c t i o n  zone ac ts  as a p r e l i m i n a r y  
s e p a r a t i o n  s tep  b e f o r e  p r e s e n t i n g  the  coa l  t a r  a t  t he  p r o d u c t i o n  wel lhead. 
Th is  a l s o  e x p l a i n s  the  r a t h e r  low v i s c o s i t y  of t h e  t a r  s i n c e  t h e  more 
v o l a t i l e  components a re  produced a t  t he  s u r f a c e .  Th is  p rov ides  a r a t h e r  
unique product f o r  c h a r a c t e r i z a t i o n  when compared t o  t y p i c a l  coa l  t a r s .  

I 

Non-aqueous t i t r a t i o n  o f  t he  sample i s  shown i n  Table I V  

Tab le  I V  - Non-Aqueous T i t r a t i o n  Resu l ts  
I I 

Sample f rom I December IO, 1973 0.524% WB 0.186% VWB I 



Strong, weak and very weak bases a re  d e f i n e d  by t h e i r  h a l f  n e u t r a l i z a t i o n  
p o t e n t i a l  (HNP), w i t h  very s t r o n g  bases hav ing  an HNP less  than 150 mV, weak 
bases between 150 and 350 mV, and very  weak bases g r e a t e r  than 350 mV.  
P y r i d i n e s  and q u i n o l i n e s  w i l l  t i t r a t e  as weak bases and amides as very weak 
bases. Pr imary and secondary a n i l i n e s  t i t r a t e  as very weak bases s i n c e  they 
w i l l  a c e t y l a t e  and then t i t r a t e  as amides. 

The s e p a r a t i o n  o f  numerous samples i n t o  t a r  bases, t a r  a c i d s  ( s t rong  and 
weak ac ids)  and n e u t r a l s  gave the f o l l o w i n g  range o f  r e s u l t s  (Tab le  V). 

Table V - Compositions W t  % o f  Tar  

T a r  Bases 2.5 - 8.0% 
Tar  Acids .I - 1 % - St rong Acids 

Neut r a  1 s 55 - 77% - 70% Aromatic 
12 - 31% - Weak Acids 

30% A1 i p h a t i c  

I n  a d d i t i o n ,  t he  n e u t r a l s  were separated i n t o  a l i p h a t i c  and aromat ic  
f r a c t i o n s .  The i n t e r e s t i n g  p o i n t  was t h a t  a f t e r  l ook ing  a t  many samples, 
the  r e l a t i v e  amount o f  a l i p h a t i c s  vs. a romat ics  was e s s e n t i a l l y  cons tan t  
(30:70). 
q u i n o l i n e s  w i t h  some p y r i d i n e s  and a n i l i n e s ,  much as would be expected i n  a 
l i q u i d  p roduc t  produced from coa l .  

Prev ious  work (6)  on the  bases i n d i c a t e  them t o  be p r i m a r i l y  

The r e s u l t s  p resented  i n  t h i s  paper a r e  concerned w i t h  the  composi t ion 
of the  weak a c i d  and a l i p h a t i c  f r a c t i o n s  o f  t h i s  one sample as i d e n t i f i e d  by 
GC-MS and NMR a n a l y s i s .  Al though complete analyses have n o t  been f i n i s h e d  on 
o t h e r  samples, a comparison o f  the weak a c i d  and a l i p h a t i c  f r a c t i o n s  f rom 
o t h e r  samples w i l l  be made. i 

The sample f rom December I O ,  1973, was 14.5 percent  (by w e i g h t )  weak 
ac ids  and 23 percent  (by we igh t )  a l i p h a t i c s .  

WEAK ACIDS 

The compos i t ion  o f  the  weak a c i d  f r a c t i o n  i s  almost e x c l u s i v e l y  p h e n o l i c  
i n  na tu re .  Wi th  t h e  use o f  GC-MS a reasonable s e p a r a t i o n  (F igu re  4) and 
subsequent a n a l y s i s  was ob ta ined.  Tab le  V I  l i s t s  t h e  r e s u l t i n g  components 
determined. I n  some cases t h e  GC r e s o l u t i o n  was adequate enough t o  p r o v i d e  a 
mass s p e c t r a  "c lean"  enough t o  i d e n t i f y  s p e c i f i c  isomers b u t  i n  m s t  cases 
o n l y  enough i n f o r m a t i o n  was a v a i l a b l e  t o  determine molecu la r  we igh t  and/or 
degree o f  a l k y l a t i o n .  

Table V I  - Weak Acids 

phenol 
p - c reso l  
o - c reso l  
m - c reso l  
4 d i f f e r e n t  x y l e n o l s  
7 C 3  - phenols 
5 Cq - phenols 
smal l  a m u n t  o f  a romat ic  
aldehyde o r  ketone 
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A d d i t i o n a l  s p e c t r a l  i n f o r m a t i o n  was ob ta ined  by manually t r a p p i n g  peaks 
e l u t e d  from the GLC and u s i n g  H 1  and C13 NMR techniques t o  i d e n t i f y  t h e  
components. 
s p e c t r a l  data suppor t  t h e  conclus ions o f  t he  GC-MS a n a l y s i s .  

Wi thout  t he  p r e s e n t a t i o n  o f  the data,  the H1 and C13 NMR 

ALIPHATICS 

The a l i p h a t i c  f r a c t i o n  showed very l i t t l e  i n  t h e  way o f  u n s a t u r a t i o n  o r  
c y c l i c  compounds b u t  a very h i g h  c o n c e n t r a t i o n  o f  s a t u r a t e  components. The 
r e s u l t s  (Table V I  I )  show a normal hydrocarbon s e r i e s  go ing f rom C l o  a l  1 t he  
way to C32. 

Table V I 1  - Composit ion o f  A l i p h a t i c s  
~~ 

1 .  n-Clo through n-C32 s e r i e s  

2 , l l  - Dimethyl t r i decane  (C15H32) 
2 - Methyl te t radecane (C15H32) 
4 , l l  - Dimethyl pentadecane (C17H36) 

2 .  Branched 6 - Methyl octadecane (C19H40) 
Saturates 7 - Methyl octadecane (C19H40) 

3 - Methyl octadecane (C19H40) 
3,6 - Dimethyl heptadecane (C19HL+O) 
two polybranched C19H40 I 2 , 4  - Dimethyl octadecane (C20H42) 

A small  amount o f  branched sa tu ra tes  a re  a l s o  observed w i t h  a r a t h e r  
l a r g e  concen t ra t i on  o f  C19 branched s a t u r a t e s .  As seen i n  F i g u r e  5, the 
GLC t r a c e  f o r  t h i s  sample shows the d i s t i n c t  normal s e r i e s  w i t h  the  branched 
Ci9 s e r i e s  a t  about 70 minutes r e t e n t i o n  t ime.  No C13 o r  H1 NMR spec t ra  
were run on t h i s  sample s i n c e  t h e  GC r e s o l u t i o n  was s u f f i c i e n t  to p rov ide  
reasonable GC-MS a n a l y s i s .  

COMPARISON OF SAMPLES 

Al though a n a l y s i s  by GC-MS and NMR o f  o t h e r  weak a c i d  and a l i p h a t i c  
samples a re  n o t  complete and ready for p resen ta t i on ,  the au tho r  f e e l s  t h a t  
the f o l l o w i n g  evidence o f  s i m i l a r i t y  between samples w i l l  be of i n t e r e s t .  

The o n l y  data presented i s  the ve ry  n o t i c e a b l e  resemblance between 
GLC t races  f o r  the weak ac ids  and a l i p h a t i c s  from d i f f e r e n t  samples (F igu res  
6, 7, 8 and 9 ) .  The coa l  t a r s  represented by these f r a c t i o n s  were c o l l e c t e d  
du r ing  d i f f e r e n t  t e s t s  a t  t he  Hanna, Wyoming s i t e .  The sample p r e v i o u s l y  
discussed was c o l l e c t e d  i n  the f i r s t  t e s t  d u r i n g  December o f  1973. The n e x t  
t a r  (F igures 6 and 8) was produced i n  the second t e s t  ope ra ted  from A p r i l  t i l  
August o f  1975. The t h i r d  sample (F igures 7 and 9) was c o l l e c t e d  d u r i n g  the 
most recent  t e s t  from A p r i l  through J u l y  1976. Simple o b s e r v a t i o n  of the 
th ree  GLC t races  (F igures 4 ,  6 and 8) f o r  the weak ac ids  show a ve ry  s t r o n g  
s i m i l a r i t y ,  i n d i c a t i n g  a ve ry  s i m i l a r  composi t ion for the  t h r e e  f r a c t i o n s .  A 
corresponding s i m i l a r i t y  i s  n o t i c e d  f o r  t he  a l i p h a t i c s  (F igu res  5, 7 and 9 )  
except f o r  the concen t ra t i ons  o f  what appears t o  be the n-C25 component i n  the  
6-25-75 sample (F igu re  7 ) .  Other  than t h a t  one d i f f e r e n c e ,  which the  au tho r  
cannot p rov ide  an exp lana t ion  f o r ,  t h e  f r a c t i o n s  a l l  have a normal s a t u r a t e  
se r ies  f r o m  about Cl0 t o  Cgl o r  C32 and a C19 branched s e r i e s  a t  70 minutes 
r e t e n t i o n  t ime. 
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Other samples have shown t h i s  same general  c h a r a c t e r  w i t h i n  a l l  t h e i r  
f r a c t i o n s  a l though they a re  no t  presented here. The overwhelming conc lus ion  
i s  t h a t  t he  coa l  t a r  i s  f a i r l y  cons tan t  i n  compos i t ion ,  no t  o n l y  d u r i n g  the 
l i f e  of an exper iment,  b u t  a l s o  from one t e s t  t o  another  as long as the  t e s t s  
a re  in  the  same coa l  seam. 

T h i s  would appear t o  be a very d e s i r a b l e  by-produc t  o f  the g a s i f i c a t i o n  
process due to  i t s  constancy. A d d i t i o n a l l y ,  the  cons is tency  o f  composi t ion 
would i n d i c a t e  a process approaching s t e a d y - s t a t e  c o n d i t i o n s  s ince  the re  does 
n o t  appear t o  be v a r i a t i o n  i n  one o f  i t s  p roduc ts ,  t he  coal  t a r .  

EXPLANATION OF COAL TAR FORMATION 

The f o l l o w i n g  d i s c u s s i o n  i s  based n o t  o n l y  on the  composi t ion o f  t he  
coa l  t a r s  bu t  a l s o  on the  o t h e r  a v a i l a b l e  i n f o r m a t i o n  p e r t a i n i n g  t o  UCG and 
i n  p a r t i c u l a r  the  work conducted a t  Hanna, Wyoming. 

The a i r  reac ts  e x o t h e r m i c a l l y  w i t h  t h e  coal  and/or char t o  p r o v i d e  heat 
f o r  the then h o t  gases C02 and H20 t o  r e a c t  w i t h  the  char  t o  form C O  and Hp. 
The s t i l l  r e l a t i v e l y  h o t  gases pass i n t o  o r  by f r e s h  coal  which i s  then 
d e v o l a t i l i z e d  t o  produce the  coa l  t a r s .  These coa l  t a r s  a r e  then f r a c t i o n a t e d  
accord ing  t o  b o i l i n g  p o i n t  s i n c e  they c o n t i n u e  t o  coo l  as they f l ow  w i t h  the  
product gas away from the  combustion zone o r  heat source. The h e a v i e r  com- 
ponents remain w i t h i n  the  seam u n t i l  they a r e  e v e n t u a l l y  consumed o r  t h e r m a l l y  
cracked t o  l i g h t e r  compounds. Th is  f r a c t i o n a t i o n  i s  based on the  temperature 
o f  the  passage and the  v e l o c i t y  o f  t h e  gas stream s i n c e  e n t r a i n e d  d r o p l e t s  
migh t  a l s o  be c a r r i e d  t o  the  s u r f a c e .  

This migh t  a l s o  p r o v i d e  a very conven ien t  method o f  d i s p o s i n g  o f  these 
heavy m o l e c u l a r  w e i g h t  m a t e r i a l s  t h a t  would be h a r d  t o  handle on the  sur face .  
I t a l s o  he lps  t o  decrease the  environmental  e f f e c t s  on the  ground water 
q u a l i t y ,  i f  t h e  more s o l u b l e  p roduc ts  ( the  v o l a t i l e s )  a r e  produced a t  t h e  
sur face  and t h e  l e s s  water  s o l u b l e  ( t h e  heavy ends) remain beh ind  and a r e  
e v e n t u a l l y  consumed. The a c t u a l  f a t e  o f  these o r g a n i c s  i n  t h e  ground water 
w i t h i n  the  seam w i l l  be determined i n  a t e s t  t o  be conducted d u r i n g  the  
s p r i n g  of 1977. 

CONCLUSIONS 

Ana lys is  o f  t h e  weak a c i d  and a l i p h a t i c  f r a c t i o n s  o f  a coal  t a r  produced 
from an underground coal  g a s i f i c a t i o n  t e s t  revea l  i n t e r e s t i n g  r e s u l t s .  The 
composi t ion o f  t he  weak ac ids  i s  much as would be expected, a l k y l a t e d  phenols.  
The a l i p h a t i c 5  have a normal s a t u r a t e  s e r i e s  runn ing  from C10 t o  C32 w i t h  
some branched s a t u r a t e s  and a p a r t i c u l a r l y  heavy c o n c e n t r a t i o n  o f  C19 branched 
s a t u r a t e s .  

The most i m p o r t a n t  p o i n t  i s  the  s i m i l a r i t y  o f  samples o v e r  the  l i f e  o f  a 
system or from t e s t  t o  t e s t .  
e a r l i e r ,  t h i s  s i m i l a r i t y  o r  constancy would i n d i c a t e  the  f o l l o w i n g :  

I .  As a fue l  o r  pe t rochemica l  feeds tock ,  a cons tan t  feedstock 

R e f e r r i n g  t o  the  th ree  ques t ions  proposed 

would be very  d e s i r a b l e .  
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2. The unchanging composi t ion suggests a system approaching s teady-  
s t a t e  c o n d i t i o n s .  

3. Environmental problems would be reduced i f  the  e f f l u e n t  was 
cons tan t  i n  composi t ion,  thereby l i m i t i n g  the  number of 
components t o  be moni tored.  

As a by-product, the c o a l  t a r  appears t o  be advantageous which o n l y  
increases the a t t r a c t i o n  o f  underground coa l  g a s i f i c a t i o n  as a commercial 
process. 
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COAL LIQUEFACTION UNDER HIGH-MASS FLUX AND SHORT-RESIDENCE 
TIME CONDITIONS* 

Carl  L. Oberg, Arthur Y. Fa lk ,  George A .  Hood, and James A. Gray 

Rockwell International/Rocketdyne Division 
6 6 3 3  Canoga Avenue, Canoga Park,  CA 91304 

INTRODUCTION 

This  paper  descr ibes  progress  made dur ing  t h e  f i r s t  year  of a program d i r e c t e d  toward 
developing and e v a l u a t i n g  a concept f o r  r e a c t i n g  pulver ized  coa l  wi th  hea ted  hydrogen 
t o  form hydrocarbon l i q u i d s  s u i t a b l e  f o r  conversion t o  f u e l s  o r  f o r  use as chemical  
feed s tocks .  The b a s i c  concept of  t h e  process  is t h a t  high l i q u i d  y i e l d s  a r e  favored 
by rap id  mixing, r e a c t i o n ,  and subsequent quenching of t h e  r e a c t i n g  mixture .  The 
pulver ized  c p a l  i s  be ing  i n j e c t e d  i n t o  t h e  r e a c t o r  by dense-phase t r a n s p o r t ,  wi th  a 
minimum amount of c a r r i e r  gas  requi red .  A rocket  engine-type i n j e c t o r  is being used 
t o  r a p i d l y  and uniformly mix t h e  coa l  wi th  hydrogen t h a t  has  been hea ted  t o  1200 t o  
2000 F. React ion t imes of 10 t o  1000 mi l l i seconds  a t  temperatures  of 1500 t o  1900 F 
and p r e s s u r e s  of 500 t o  1500 p s i  a r e  be ing  explored.  The concept is be ing  eva lua ted  
wi th  a s imple water-spray quench system. 

The i n i t i a l  e f f o r t  w a s  d i r e c t e d  toward cold-flow t e s t i n g  t o  develop s u i t a b l e  methods 
of t r a n s p o r t ,  i n j e c t i o n ,  and mixing of t h e  pulver ized  coa l .  Subsequent ly ,  r e a c t o r  
t e s t i n g  w a s  begun a t  a nominal c o a l  f l o w r a t e  of 0 .2  t o n s  per  hour ( tph) .  Prepara- 
t i o n s  a r e  a l s o  being made f o r  t e s t i n g  a t  l t p h .  

COLD-FLOW TESTING 

The purpose of t h e  cold-flow t e s t i n g  w a s  t o  develop e f f e c t i v e  means of feeding  t h e  
pulver ized  c o a l  i n t o  a r e a c t o r  and s u i t a b l y  mixing t h i s  coa l  with incoming hydrogen. 
Dense-phase t r a n s p o r t  of t h e  c o a l  was chosen t o  minimize t h e  gas requirement  f o r  
feeding  t h e  c o a l  and, t h u s ,  maximize t h e  gas  a v a i l a b l e  f o r  h e a t i n g ,  because t h e  
process  h e a t  i s  suppl ied  by h e a t i n g  t h e  incoming hydrogen. F u r t h e r ,  cold-flow mixing 
tests were made t o  a l low s e l e c t i o n  of i n j e c t o r  conf igura t ions  and o p e r a t i n g  condi t ions  
t h a t  would produce a h igh  l e v e l  of mixing uniformity.  This high mixing uniformity i s  
needed t o  ensure t h a t  t h e  c o a l  p a r t i c l e s  are exposed t o  a uniform r e a c t i o n  environ-  
ment and r e a c t i o n  time dur ing  t h e i r  b r i e f  res idence  t i m e  i n  t h e  r e a c t o r .  Poor mixing 
would tend  t o  cause some of t h e  p a r t i c l e s  t o  be i n s u f f i c i e n t l y  r e a c t e d ,  thereby  pro- 
ducing a poor y i e l d ,  and o t h e r s  t o  r e a c t  f o r  too  long a per iod  of t i m e ,  wi th  a t t e n -  
dant c racking  of t h e  o i l s  i n t o  gases .  This mixing opt imiza t ion  w a s  accomplished by 
adapt ing  mixing c h a r a c t e r i z a t i o n  techniques t h a t  a r e  used f o r  performance optimiza- 
t i o n  of rocke t  engine i n j e c t o r s .  

TRANSPORT AND FEEDING TESTS 

Cold-flow tests were made with two s imple pressur ized  feeders  t o  e v a l u a t e  t h e  dense- 
phase feeding  and t r a n s p o r t  c h a r a c t e r i s t i c s  of t h e  pulver ized  coa l .  One of these  
f e e d e r s  w a s  made from a 4-inch-diameter Pyrex pipe 4 f e e t  long  and t h e  second w a s  
made from a 10-inch s teel  p ipe  1 7  f e e t  long.  A 30-degree included-angle  cone w a s  
used i n  t h e  bottom of each.  Pulver ized  c o a l  fed from each feeder  through a b a l l v a l v e  
and through s t e e l  tub ing  i n t o  a ca tch  v e s s e l .  No f l u i d i z i n g  gas w a s  provided o t h e r  

"Program funded by ERDA F o s s i l  Energy, Divis ion of Coal conversion and U t i l i z a t i o n  
(Contract  E(49-18)-2044) 
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than t h a t  a s s o c i a t e d  w i t h  p r e s s u r i n g  t h e  f e e d e r .  The t r a n s p o r t  gas  requirement 
w a s  i n f e r r e d  from t h e  r a t e  of gas flow t o  t h e  feeder  dur ing  t h e  flow of s o l i d s .  
Pressures  were measured a t  t h e  top of t h e  feeder  and at  s e v e r a l  p o i n t s  i n  t h e  feed 
l i n e .  

T e s t s  were made wi th  two c o a l  p a r t i c l e  sizes--170 micron and 54 micron mass median 
(27 and 74 percent  through a ZOO-mesh screen) .  I n  most cases ,  n i t r o g e n  w a s  used a s  
a carrier gas b u t  tests were a l s o  made wi th  helium and carbon d ioxide  t o  assess den- 
s i t y  e f f e c t s .  The c o a l  was f e d  through 1 / 2 - ,  3/8-,  and 1/4-inch tubing ( i n s i d e  
diameters  of 0.402, 0.277, and 0.180 i n c h ,  r e s p e c t i v e l y ) .  

Typical  p r e s s u r e  g r a d i e n t  r e s u l t s  are shown i n  Fig.  1. An approximate minimum pres-  
s u r e  grad ien t  i s  shown below which the  c o a l  would not  flow. For each p a r t i c l e  s i z e ,  
t h e  pressure  g r a d i e n t  r e s u l t s  tended t o  f a l l  a long a s i n g l e  l i n e  i r r e s p e c t i v e  of tube 
diameter .  The c o a r s e r  c o a l ,  which w a s  used r e p e a t e d l y  because of a l i m i t e d  supply,  
produced an increased  p r e s s u r e  grad ien t  wi th  increased  usage, a l though t h e  r e s u l t s  
s t i l l  e x h i b i t e d  t h e  same dependence on s o l i d s  mass f l u x .  The p r e s s u r e  grad ien t  w a s  
unaf fec ted  by t h e  s u b s t i t u t i o n  of helium or carbon d ioxide  f o r  n i t r o g e n  a s  the  
t r a n s p o r t  gas. The d i f f e r e n c e  i n  pressures  between t h a t  measured i n  t h e  feeder  and 
t h a t  measured n e a r  t h e  upstream end of t h e  feed  l i n e  e x h i b i t e d  a s i m i l a r  dependence, 
varying from 1.6 t o  14 p s i  a t  s o l i d  mass f l u x e s  of 400 and 1500 lbm/f t -sec,  
r e s p e c t i v e l y  . 
The t r a n s p o r t  gas  requirement  i s  shown i n  Fig.  2. The r e s u l t s  i n d i c a t e  t h a t  t h e  coa l  
i s  leaving  t h e  feeder  a t  near  its s t a t i c  bulk d e n s i t y  and only t h e  gas c a r r i e d  i n  the  
i n t e r s t i c e s  of t h e  p a r t i c l e s  i s  requi red  f o r  t r a n s p o r t .  

The d ispersed  s o l i d s  d e n s i t y  was measured by s imultaneously c l o s i n g  two b a l l  va lves  i n  
t h e  l i n e  t o  t r a p  t h e  amount of s o l i d s  be ing  c a r r i e d .  For t h e  170 micron c o a l ,  t h i s  

e x h i b i t e d  a power l a w  dependence on s o l i d s  mass f lux ,  vary ing  from 50 t o  30 
a t  150 and 700 lbm/f t2-sec f o r  each c a r r i e r  gas .  

R e s u l t s  from t h i s  t e s t i n g  have shown t h a t  pu lver ized  c o a l  can be e f f e c t i v e l y  fed 
from a s imple p r e s s u r i z e d  feeder .  
Flowrates from -0 .1  t o  1 .0  lbm/sec were r e a d i l y  obta ined .  Flowrates  -10 lbm/sec 
were obtained wi th  another  pressur ized  f e e d e r ,  used f o r  loading t h e  10-inch p i p e  
feeder .  

The dense-phase f low is  smooth and reproducib le .  

COLD-FLOW M I X I N G  TESTS 

Cold-flow tests were a l s o  made t o  d e f i n e  coa l /gas  i n j e c t o r  conf igura t ions  and opera- 
t i n g  condi t ions  which w i l l  g i v e  r a p i d  and uniform mixing. Because techniques have 
been developed f o r  achiev ing  and c h a r a c t e r i z i n g  i n j e c t o r  mixing f o r  l iqu id-propel lan t  
r o c k e t  engines ,  t h e s e  techniques  w e r e  adapted f o r  t h e  c o a l / g a s  case. Furthermore, 
i n j e c t o r  c o n f i g u r a t i o n s  known t o  g i v e  high l e v e l s  of  mixing i n  rocke t  engines  were 
considered primary c a n d i d a t e s  f o r  t h e  coa l /gas  case.  

For t h i s  t e s t i n g ,  n i t r o g e n  was chosen a s  a s imulant  f o r  t h e  heated hydrogen i n  t h e  
r e a c t o r .  Both t h e  gas  i n j e c t i o n  v e l o c i t y  and d e n s i t y  w e r e  modeled i n  t h e  cold-flow 
case .  T h e  p r e s s u r e  i n  t h e  cold-flow chamber w a s  chosen t o  g i v e  a gas  d e n s i t y  cor res -  
ponding t o  t h a t  of t h e  hydrogen a t  i n j e c t i o n  condi t ions .  To model hydrogen a t  1000 
p s i a  and 1500 F. t h e  n i t r o g e n  p r e s s u r e  should be  19.1 p s i a .  Consequently, t h e  use 
o f  n i t r o g e n  allowed t h e  t e s t s  t o  b e  made a t  near ly  atmosphere condi t ions .  

A two-phase flow probe was used t o  c h a r a c t e r i z e  t h e  f lowf ie ld  c r e a t e d  by t h e  c o a l /  
gas  i n j e c t i o n .  S imi la r  probes have been used e x t e n s i v e l y  t o  c h a r a c t e r i z e  g a s / l i q u i d  
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i n j e c t i o n  f o r  rocket  i n j e c t o r s  (e .g . ,  Ref. 1 and 2 ) .  These probes have been 
developed from t h a t  o r i g i n a l l y  used by Dussourd and Shapiro (Ref. 3 ) .  

The cold-flow mixing tests were made with a s i n g l e  i n j e c t i o n  element i n  t h e  cold- 
flow chambers. 
r e c i r c u l a t i o n .  
f l u x e s  of a gas  and coa l .  The l o c a l  mass f l u x  v a l u e s  were numer ica l ly  i n t e g r a t e d  
t o  obta in  c o l l e c t i o n  e f f i c i e n c i e s  by comparison with measured i n j e c t i o n  f l o w r a t e s .  

The r e s u l t a n t  mass f l u x  d i s t r i b u t i o n s  were p l o t t e d  f o r  q u a l i t a t i v e  assessment;  a l s o ,  
a mixing e f f i c i e n c y  w a s  c a l c u l a t e d .  
f o r  rocke t  engine i n j e c t o r  c h a r a c t e r i z a t i o n  by Rupe (Ref. 4 ) .  This  mixing e f f i c i e n c y  
is usua l ly  expressed a s  

A secondary f low of  gas  was also used  i n  t h e  chamber t o  suppress  
Data from t h e  probe tests were analyzed t o  c a l c u l a t e  t h e  l o c a l  mass 

The mixing e f f i c i e n c y  used was one developed 

MFi (>) - 2 
r . > R  

1 m c i  

>(Mc + mp) 
and R = 

R-r  . (A 
m : 

and r .  = + , 

c i  g i  

C 1  

1) 

and m . ci’  m g i  

of c o a l  and gas ,  r e s p e c t i v e l y ,  i n  t h e  ith steamtube.  A r e l a -  are t h e  loca lmass  f lowra tes  
t i v e l y  s imple i n t e r p r e t a t i o n  of Eq. 1 c a n b e  obtained by recognizing t h a t  t h e  terms i n  
p a r e n t h e s i s  i n  t h e  equat ion  represent  l o c a l  d e f i c i e n c i e s  of t h e  f r a c t i o n a l  mass f luxes .  
The f l o w f i e l d  d a t a  were numerical ly  i n t e g r a t e d  t o  o b t a i n  t h e  mixing e f f i c i e n c i e s .  

Two coal /gas  i n j e c t o r  conf igura t ions  were chosen f o r  cold-flow e v a l u a t i o n :  a concen- 
t r ic  tube conf igura t ion  and a 4-on-1 impinging conf igura t ion .  Both of t h e s e  y i e l d  
high mixing e f f i c i e n c y  i n  rocke t  a p p l i c a t i o n s .  Fur ther ,  they w e r e  no t  expected t o  
r e s u l t  i n  s u b s t a n t i a l  impingement of coa l  on t h e  wal l s .  The c o n c e n t r i c  tube element 
involves  coaxia l  flow of t h e  two s t reams wi th  c o a l  i n  t h e  c e n t r a l  tube and gas flow- 
ing  i n  t h e  annulus. The 4-011-1 element involves  impingment of four  gas s t reams on 
a c e n t r a l  c o a l  stream. The dimensions of t h e  i n j e c t i o n  elements were a l s o  s e l e c t e d  
on the  b a s i s  of rocke t  engine experience.  

Resul ts  from t h e  cold-flow mixing tests are summarized i n  Fig. 3 and 4 .  High l e v e l s  
of mixing e f f i c i e n c y  have been obtained,  wi th  both  types of e lements .  
engines ,  mixing e f f i c i e n c i e s  g r e a t e r  than 80 t o  90 percent  lead  t o  very high com- 
bust ion e f f i c i e n c i e s  (’95 p e r c e n t ) .  

The mixing r e s u l t s  ob ta ined  with t h e  c o n c e t r i c  tube  element e x h i b i t  d i f f e r e n t  t r e n d s  
from those  obtained wi th  g a s / l i q u i d  i n j e c t i o n  element ,  probably because of d i f f e r -  
ences i n  t h e  shear  i n t e r a c t i o n  i n  t h e  element. 
i n j e c t o r  e x h i b i t s  q u a l i t a t i v e l y  s i m i l a r  c h a r a c t e r i s t i c s  t o  a g a s / l i q u i d  o r  l i q u i d /  
l i q u i d  i n j e c t o r .  
a l though i n  each c a s e ,  t h e  mixing on only one s i d e  of t h e  optimum h a s  been def ined .  

In r o c k e t  

Conversely, t h e  coa l /gas  &-on-1 

Optimum mixing was obtained wi th  two d i f f e r e n t  diameter  r a t i o s ,  

These two r e s u l t s  may be used t o  o b t a i n  a diameter  r a t i o  dependence a s :  

187 



High l e v e l s  of mixing have been demonstrated w i t h  both  t h e  concentric-tubeand4-on-1 
e l e m e n t  c o n f i g u r a t i o n s .  The h i g h e s t  l e v e l s  of mixing were obta ined  wi th  t h e  4-on-1 
conf igura t ion ,  a l though e i t h e r  type  appears  s u i t a b l e  on t h e  b a s i s  of mixing f o r  
r e a c t o r  t e s t i n g .  Furthermore,  t h e  a b i l i t y  t o  u s e  a two-phase f low probe t o  charac- 
t e r i z e  coa l /gas  mixing has  been demonstrated. 

REACTOR TESTING 

Reactor t e s t i n g  c u r r e n t l y  under way is  d i r e c t e d  toward e v a l u a t i o n  and development of 
a r e a c t o r  based on t h e  shor t - res idence  t i m e  concept. The r e a c t o r s  a r e  being designed 
t o  promote r a p i d  mixing (based on t h e  cold-flow r e s u l t s )  and t o  o b t a i n  r e l a t i v e l y  
high gas v e l o c i t i e s ,  t o  promote i n t e r a c t i o n  (mass t r a n s f e r  and r e a c t i o n )  of the  gas 
with the p a r t i c l e .  The hydrogen i s  being p a r t i a l l y  hea ted  by i n d i r e c t  hea t ing  and 
by p a r t i a l  combustion w i t h  oxygen a s  necessary t o  supply t h e  requi red  process  h e a t .  
The r e a c t o r  i s  being opera ted  wi th  high i n t e r n a l  w a l l  temperatures  t o  minimize a 
tendency f o r  adhesion o f  t h e  p a r t i a l l y  reac ted  coa l  p a r t i c l e s  on t h e  wal l .  The 
amount of hydrogen f e d  i s  be ing  kept  a s  low as  p r a c t i c a l  because of t h e  recyc le  i m -  
p l i c a t i o n  f o r  a complete process .  A simple water-spray quench system i s  being used. 

Reactor  t e s t i n g  was begun wi th  a system capable  of f e e d i n g 3 5  lbmof c o a l  a t a p l a n n e d  
f l o w r a t e  of -0.1 lbm/sec (-0.2 tph) .  The 0.2 tph  r e a c t o r  assembly is i l l u s t r a t e d  
i n  Fig.  5 and a schemat ic  f low diagram of t h e  test  system i s  shown i n  Fig. 6. The 
r e a c t i o n  chamber f o r  m o s t  tests w a s  a 1-1/2-inch-diameter, 0.049-inch-wall s t a i n l e s s  
steel  ( type 321) tube ,  36 inches  long. This  r e a c t i o n  chamber is contained wi th in  an 
i n s u l a t e d  p r e s s u r e  v e s s e l  made from 8-inch pipe.  Coal i s  fed  i n  dense phase t o  t h e  
r e a c t o r  from a p r e s s u r i z e d  f e e d e r  of t h e  type used dur ing  t h e  cold-flow t e s t i n g .  The 
f e e d e r  is  a 6-inch d iameter  v e s s e l  w i t h  a c o n i c a l  (15-degree h a l f  angle)  e x i t .  Reac- 
t i o n  products  pass  from t h e  r e a c t i o n  chamber i n t o  a quench s e c t i o n ,  which has  a set 
of water spray  nozz les ,  and i n t o  a char  rece iver .  The hydrogen i s  hea ted  i n  a 260- 
inch-long c o i l e d  tube  t h a t  i s  hea ted  by pass ing  an e lec t r ic  c u r r e n t  through t h e  tube. 
Up t o  150 k i l l o w a t t s  of  power i s  suppl ied  t o  t h i s  tube by seven motor-generator sets. 
Nearly a l l  of t h i s  power is t r a n s f e r r e d  co t h e  hydrogen a s  hea t .  

Two types of i n e j c t o r s  have been used: a c o n c e n t r i c  tube  and a 4-011-1 conf igura t ion .  
The 4-on- l in jec tor  c o n f i g u r a t i o n  i s  shown i n  Fig. 7. The body of t h i s  i n j e c t o r  i s  
made from a l-1/2-inch tube  f i t t i n g  tee .  
from t h e  s i d e ,  flows around t h e  i n s u l a t e d  c o a l  feed tube ,  and through four  i n j e c t i o n  
o r i f i c e s .  The f o u r  hydrogen stream impinge with a 30-degree h a l f  angle  a t  a po in t  
0.400-inch from t h e  i n j e c t o r  face .  Also inc luded  a r e  f o u r  oxygen i n j e c t i o n  o r i f i c e s  
which a l s o  impinge w i t h  an angle  of 30 degrees  b u t  at  a d i s t a n c e  of 0.700 inch  from 
t h e  i n j e c t o r  f a c e .  

I n i t i a l  t e s t i n g  w a s  d i r e c t e d  toward so lv ing  o p e r a t i o n a l  problems wi th  t h e  system. 
The i n i t i a l  tests were made wi th  t h e  concent r ic  tube  i n j e c t o r  and without  oxygen 
a d d i t i o n .  The r e a c t o r  temperature  was found t o  be lower than a n t i c i p a t e d  dur ing  
these  tests. 
whereas exothermic c h a r a c t e r  w a s  a n t i c i p a t e d .  Hydrogen-to-coal f l o w r a t e  r a t i o s  n e a r  
0.36 were r e q u i r e d  t o  o b t a i n  a r e a c t o r  o u t l e t  temperature  A r e a c t o r  o u t l e t  
temperature  -1500 t o  1800 F was be l ieved  t o  be needed f o r  h igh  conversions.  
i t  was found t h a t  t h e  c h a r  i n  t h e  r e a c t o r  tended t o  agglomerate  and adhere t o  t h e  
w a l l s  of the  r e a c t o r .  
temperature ,  which was (1000 F dur ing  i n i t i a l  tests. Feldmann e t  al. (Ref. 5)  
r e p o r t  t h a t  w a l l  temperatures  of 1340 t o  1470 F were requi red  i n  t h e  Hydrane r e a c t o r  
t o  avoid w a l l  adhesion.  
mize h e a t  l o s s e s  from the r e a c t o r  tube  and, a l s o  e l e c t r i c  w a l l  h e a t e r s  were t r i e d .  
However, t h e  w a l l  t empera tures  were not  increased  s u f f i c i e n t l y  t o  e l i m i n a t e  the  w a l l  
adhesion problem. 
gen t o  r a i s e  t h e  tempera tures  by p a r t i a l  combustion. 

The hea ted  hydrogen e n t e r s  t h e  i n j e c t o r  

The r e a c t i o n  process  appeared t o  e x h i b i t  thermally n e u t r a l  charac te r  

1100 F. 
Fur ther ,  

The l a t t e r  problem w a s  be l ieved  due t o  a low r e a c t o r  wal l  

The system and opera t ing  procedures  were modified t o  mini- 

Therefore ,  t h e  system was modified t o  a l low t h e  a d d i t i o n  of oxy- 
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Two methods of oxygen a d d i t i o n  were t r i e d :  (1) i n j e c t i o n  i n  a small combustor up- 
s t ream from t h e  i n j e c t o r ,  and ( 2 )  i n j e c t i o n  d i r e c t l y  i n t o  t h e  r e a c t o r .  R e l a t i v e l y  
s m a l l  amounts of oxygen are r e q u i r e d  t o  i n c r e a s e  t h e  gas temperature  t o  n e a r  2000F. 
Both methods were s u c c e s s f u l ,  a l though some d i f f i c u l t i e s  w e r e  encountered w i t h  over- 
h e a t i n g  t h e  i n j e c t o r s  and preburners  w i t h  t h e  preburner  approach. Agglomeration was 
l a r g e l y  e l imina ted  f o r  r e a c t o r  temperatures  g r e a t e r  than  -1600 F and r e a c t o r  plugging 
due t o  w a l l  adhesion d id  not  occur  wi th  r e a c t o r  temperatures  above -1500 F. 

A series of t e s t s  was made t o  assess t h e  e f f e c t s  of r e a c t o r  temperature ,  l o c a t i o n  of 
oxygen a d d i t i o n ,  res idence  t i m e ,  and v e l o c i t y .  

The raw char  gas samples, and aqueous samples from t h e  tests have been analyzed t o  
determine t h e  composition of t h e  products  and t o  a l low c a l c u l a t i o n  of m a t e r i a l  
balances.  The gas samples were analyzed by gas chromatography f o r  N 2 ,  H 2 ,  0 2 ,  CO, 
C02, and C 1  t o  C4 hydrocarbons. A gas chromatographic a n a l y s i s  is used a l s o  f o r  
benzene, toluene,  and xylene.  The l a t t e r  procedure was confirmed by m a s s  spec t ro-  
m e t r i c  a n a l y s i s .  
l i k e  m a t e r i a l s .  

Aqueous samples from t h e  cyclone and secondary s e p a r a t o r s  and t h e  water removed from 
t h e  char  rece iver  have been analyzed f o r  carbon content  wi th  a t o t a l  carbon ana lyzer .  

The r a w  char  samples are weighed, a i r  d r i e d ,  and reweighed a f t e r  which a por t ion  of 
t h e  sample i s  dr ied  i n  an oven a t  2 2 1  F f o r  1 hour. A por t ion  of t h e  a i r - d r i e d  sam- 
p l e  i s  s e n t  t o  an o u t s i d e  labora tory  f o r  proximate and u l t i m a t e  ana lyses .  Also, an 
a n a l y t i c a l  benzene e x t r a c t i o n ,  employing a Soxhlet  appara tus ,  i s  used t o  determine 
an e x t r a c t a b l e  f r a c t i o n .  Most of t h e  e x t r a c t i o n s  have been made wi th  material d r i e d  
a t  2 2 1  F f o r  1 hour. An ash a n a l y s i s  is a l s o  made. 

Typical  results  from t h e  0 . 2  tph t e s t i n g  are shown i n  Tables  1 through 3 ,  which sum- 
marize t h e  test condi t ions  and product composition from f o u r  tests made w i t h  t h e  
4-011-1 i n j e c t o r .  

Carbon conversion r e s u l t s  from t h e  0 . 2  tph  t e s t i n g  a r e  shown i n  Fig.  8, which shows 
o v e r a l l  and gas conversions.  Resul t s  a r e  shown from tests made wi th  a b a s i c  r e a c t o r  
s i z e  of 1.402 inch  diameter  x 36 inch  long and a l s o  wi th  0.995 inch  diameter  x 36 
inch ,  1.995 inch d iameter  x 36 inch  and 1.402 diameter  x 18 inch r e a c t o r s .  Thus, 
t h e  r e a c t o r  res idence t i m e  w a s  increased  and decreased by a f a c t o r  of 2.0 from t h e  
base case.  
used as a t r a c e r .  
cen t .  The o v e r a l l  conversions appear t o  vary most s t r o n g l y  with temperature  and 
res idence  time, whi le  changes in t h e  l o c a t i o n  of oxygen a d d i t i o n  (preburner  o r  r e a c t o r )  
and i n j e c t o r  (concent r ic  tube  o r  4-011-1) had r e l a t i v e l y  smal l  e f f e c t s .  The e f f e c t  
on conversion t o  gas  of  changing the  l o c a t i o n  of oxygen a d d i t i o n  w a s  s i g n i f i c a n t .  
The i n c r e a s e  i n  gas formed wi th  oxygen a d d i t i o n  i n  t h e  r e a c t o r  appears  t o  r e s u l t  from 
oxida t ion  of l i q u i d  products .  

Carbon conversion t o  l i q u i d s  i s  shown i n  F ig .  9. Not a l l  of t h e  .carbon w a s  recovered 
dur ing  many of t h e  t e s t s .  This  lost m a t e r i a l  is be l ived  t o  be l i q u i d ,  probably a 
m i s t  of s m a l l  d r o p l e t s  n o t  removed by t h e  cyclone s e p a r a t o r  and s e t t l i n g  tank.  
t a r r y  m a t e r i a l  was recovered from t h e  gas sample b o t t l e s  but  the  accuracy of t h a t  
sample i s  not  s u f f i c i e n t  f o r  it t o  be used t o  account f o r  t h e  carbon d e f i c i t .  Tar 
q u a n t i t i e s  ranging from a few mil l igrams t o  a few grams have been obta ined  whi le  
samples i n  the  middle of t h i s  range would account  f o r  t h e  l o s s .  The carbon f r a c t i o n  
corresponding t o  t h e  l i q u i d  obta ined  by benzene e x t r a c t i o n  of the  char  and t a r  re- 
moved from t h e  s e p a r a t o r s  i s  shown i n  Fig.  9 a long t h e  f r a c t i o n  i n f e r r e d  by d i f f e r -  
ence. The carbon d e f i c i t  i s  shown i n  Fig.  10. 

Also, t h e  sample b o t t l e s  are washed wi th  a so lvent  t o  remove tar- 

The o v e r a l l  conversion has  been c a l c u l a t e d  wi th  t h e  a s h  i n  t h e  c o a l  being 
I n  most cases  t h e  ash recovery was i n  t h e  range of 90 t o  100 per- 

Some 
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Current e f f o r t  i s  d i r e c t e d  toward improving t h e  carbon recovery 
reac tor  t e s t i n g  a t  1 t p h .  

CONCLUSIONS 

Resul ts  from t h e  t e s t i n g  are regarded as h ighly  s i g n i f i c a n t  and 
t i v e  methods of f e e d i n g  t h e  c o a l  and of  i n j e c t i o n  and mixing of 

and prepara t ion  f o r  

encouraging. Ef fec- 
t h e  hydrogen and c o a l  

have been developed. 
r e a c t o r  process  and f e a s i b i l i t y  has  been demonstrated. For comparable f lowra tes ,  
t h e  s i z e  of t h i s  r e a c t o r  i s  s e v e r a l  o r d e r s  of magnitude smal le r  than  some of t h e  
o t h e r  l i q u e f a c t i o n  r e a c t o r s  be ing  developed. 

The test r e s u l t s  i n d i c a t e  high o v e r a l l  conversion,  approaching t h a t  requi red  f o r  a 
balanced p l a n t  opera t ion .  Liquid y i e l d s  a l s o  appear h igh ,  a l though t h e  lack  of: 
t o t a l  recovery leaves  some u n c e r t a i n t y .  

S i g n i f i c a n t  progress  has  been made on developing t h e  des i red  
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TABLE 1. TEST CONDITIONS FOR TYPICAL TESTS 

Ibm. 

19.7 
15.6 

T o t a l  I Flowra tes ,  Ibm/sec 1 Average Temperatures, F 
Coal. Dura t ion .  I . . I ^  I I I C a l c u l a t e d  

seconds. Coal '2 2 Wal l  Reactor Reactor I n j e c t o r  

234 0.084 0.0383 0.0226 1780 1780 1830 4-on-I 
210 0.074 0.0380 0.0230 1820 1700 1920 I 

Test 
Number 

23 
24 
25 
26 

NOTES: 
.- - 

(3) Ca lcu la ted  r e a c t o r  temperatures correspond t o  m i x i n g  w i t h  no heat of 
r e a c t  ion. 

17.0 155 0.110 
19.2 1 240 I 0.080 

0.0372 0.0149 I430 1400 1590 
0.0386 0.0196 1550 1500 1770 

Tes t  24 

0.9 

91 

3.4 

0.2 

4.0 
<o. 1 

0. I 

7 . 3 (  10-4) 
1 .3 (  10-5) 

I 
.. . ~ . ,  ~~~~ - . . 

(21 Test 25 was made w i t h  oxvaen i n i e c t i o n  i n  t h e  Dreburner.  

Test 25 

1 . 3  
93 

0.3 

0.1 

1.6 

<o. I 
0.4 

<O.l 

2.5( 

I .  3 ( 

2.8(10-5) 

TABLE 2 .  COMPOSITION O F  COAL, CHAR AND LIQUID 
PRODUCT FROM TYPICAL TESTS 

Composition, percentage by I 
C o n s t i t u e n t  

Mo i s t u r e  
Ash 
Carbon 
Hydrogen 
N I t rogen 
C h l o r i n e  
S u l f u r  
Oxygen ( D i f f . )  
Benzene 

E x t r a c t a b l e  
F r a c t i o n  

Coa I 

2.05 
10.56 
69.25 

4.87 
1.46 
0.01 
4.26 
7.54 
0.5 

___ 

3.28 
1.47 

15.5 

:har 

0.02 

* e i g h t  

Benzene 
E x t r a c t a b l e  M a t e r i a l  

85.70 

TABLE 3 .  COMPOSITION O F  PRODUCT GAS FROM TYPICAL TESTS 

:omponen t 

N2 
H2 

co2 

CH4 

co 

'ZH4 

'2"6 

C3H8 
C4H IO 
Benzene 

Toluene 

Xylene 

Test 23 

2.6 

89.4 

4.7 

0.2 

2.2 

0.2 

'.7(10-4) 

I .  8(  10-5) 

Mole F r a c t i o n .  percent  I 
Test 26 

<o. 1 

0.2 

4.8( 10-5) 

I .  2 (  10-6) 
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Figure 2. Ratio of Solid-to-Gas Volumetric Flowrates 
Obtained From Transparent Feeder Data 
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Schematic Diagram of 0.2-tph Reactor Assembly 
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Figure 6. Flow Diagram of 0.2-tph Reactor T e s t  System 
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Figure  7. 0.2-tph 4-on-1 I n j e c t o r  and Preburner  With 
Oxygen I n j e c t i o n  Capab i l i t y  
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G a s i f i c a t i o n  of Iowa Coal i n  t h e  SYNTHANE PDU G a s i f i e r  

R. M. Kornosky, S. J. Gasior ,  J. P. Strakey and W. P. Haynes 

P i t t s b u r g h  Energy Research Center  
Energy Research and Development Adminis t ra t ion 

4800 Forbes Avenue 
Pi t t sburgh ,  PA 15213 

In t roduct ion  

Vast d e p o s i t s  of high s u l f u r  caking c o a l s  found i n  t h e  e a s t e r n  and midwestern 
United S t a t e s  can be converted t o  c lean  gaseous energy by g a s i f i c a t i o n .  I n  t h e  
1980's many coa l  g a s i f i c a t i o n  p l a n t s  are expected t o  be cons t ruc ted  i n  the United 
S t a t e s  t o  produce a high-Btu gas  a s  a supplement t o  t h e  dwindl ing supply of n a t u r a l  
gas. One important  c o n s i d e r a t i o n  i n  the  development of a c o a l  g a s i f i c a t i o n  process  
i s  t h e  a c c e p t a b i l i t y  of v a r i o u s  c o a l  feedstocks.  
p rocess  f o r  t h e  manufacture of high-Btu gas  from coal .  
t h e  c a p a b i l i t y  of us ing  t h e  SYNTHANE process  f o r  t h e  g a s i f i c a t i o n  of t h e  mi ld ly  
caking h igh  s u l f u r  c o a l  from Iowa. 
r e s e r v e s  ( 7 . 2  x 10 t o n s )  (1) b u t  is a l s o  convenient  t o  t h e  l a r g e  energy markets  of 
t h e  Midwest. The Iowa c o a l  f o r  t h i s  s tudy is from t h e  Iowa Coal P r o j e c t  Demonstra- 
t i o n  Mine 111 of Iowa S t a t e  Univers i ty .  This c o a l  bed is loca ted  i n  t h e  southwest  
corner  of Mahaska County and i s  p a r t  of t h e  Cherokee Group. 

The SYNTHANE process  is  one such 
This r e p o r t  demonstrates  

This  c o a l  is n o t  on ly  p r e s e n t  i n  s u b s t a n t i a l  9 

Experimental Equipment 

A schematic f low diagram of t h e  SYNTHANE PDU g a s i f i c a t i o n  system is  shown i n  f i g u r e  
1. This  system combines t h e  s t e p s  of f luidized-bed pre t rea tment ,  f r e e - f a l l  carboni-  
z a t i o n  and f luidized-bed g a s i f i c a t i o n .  The p r e t r e a t e r  is a n  8-foot long,  3/4-inch 
diameter  p i p e  wi th  a 2-1/2-foot long,  1-inch diameter  expanded zone. Both s e c t i o n s  
of p ipe  are schedule  80 and made of 304 s t a i n l e s s  steel. The p r e t r e a t e r  is enclosed 
by f o u r  i n d i v i d u a l l y  c o n t r o l l e d  h e a t e r s  t h a t  supply h e a t  f o r  s t a r t u p  and t o  counter  
r a d i a t i o n  l o s s e s .  
p i p e  made of  304 s t a i n l e s s  steel loca ted  d i r e c t l y  above t h e  g a s i f i e r .  E l e c t r i c  
h e a t e r s  surrounding t h e  carbonizer  maintain t h e  temperature  a t  1000° F.  
i s  a 6-foot long,  4-inch diameter  schedule  40 p i p e  made of 310 s t a i n l e s s  s t e e l .  
Surrounding t h e  g a s i f i e r  i s  a 10-inch schedule  40 p i p e  made of 304 s t a i n l e s s  s teel  
which acts as a p r e s s u r e  s h e l l .  I n  t h e  annulus  t h r e e  i n d i v i d u a l l y  c o n t r o l l e d  
e l e c t r i c  h e a t e r s ,  wrapped i n  a 2-inch t h i c k  b lanket  of i n s u l a t i o n ,  supply h e a t  f o r  
s t a r t u p  and t o  counter  r a d i a t i o n  lo s s  dur ing  opera t ion .  A 1/8- inch pipe e n t e r i n g  
t h e  base  of t h e  g a s i f i e r  s e r v e s  as t h e  gas  d i s t r i b u t o r .  A thermowell made of 3/8- 
i n c h  pipe l o c a t e d  i n  t h e  c e n t e r  of t h e  g a s i f i e r  extends from 1-inch above t h e  gas  
d i s t r i b u t o r  t o  t h e  top of t h e  carbonizer .  Twelve thermocouples i n s e r t e d  i n t o  t h e  
thermowell d e t e c t  i n t e r n a l  temperatures  from t h e  base  of t h e  g a s i f i e r  t o  t h e  t o p  of 
t h e  carbonizer .  A v a r i a b l e  speed e x t r a c t o r  screw l o c a t e d  a t  t h e  base  of t h e  g a s i f i e r  
maintains  t h e  bed he ight  by removing reac ted  char .  The r a w  product  gas l e a v i n g  t h e  
t o p  of t h e  g a s i f i e r  i s  f i l t e r e d  t o  remove f i n e  p a r t i c l e s  and cooled i n  a series of 
two water- jacketed condensers. Ef f luent  water and tar are c o l l e c t e d  i n  a r e c e i v e r .  
The dry gas  is then  analyzed by mass spec t romet r ic  and chromatographic methods 
p r i o r  t o  meter ing t h e  f low r a t e .  

The carbonizer  is a 6-foot long,  10-inch diameter  schedule  40 

The g a s i f i e r  

Experimental Procedure 

The caking Iowa c o a l  ( a n a l y s i s  shown i n  t a b l e  1) w a s  crushed and s i z e d  t o  a n  average 
s i z e  of 240 microns with a U.S. Standard mesh range of 20 X 0. The pulver ized  c o a l  
w a s  fed t o  t h e  base  of t h e  p r e t r e a t e r  under p r e s s u r e  (40 atm) a t  a r a t e  of about  20 
l b / h r .  The c o a l  then moved through t h e  p r e t r e a t e r  i n  a f l u i d i z e d  s t a t e  wi th  n i t r o g e n  
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and oxygen. The p r e t r e a t i n g  condi t ions  were t h e  same as those  developed f o r  t h e  
pre t rea tment  of I l l i n o i s  No. 6 c o a l  a s  r e p o r t e d  by Gasior  (2) .  The decaked c o a l  
emptied from t h e  top  of t h e  p r e t r e a t e r  and w a s  g r a v i t y  fed  i n t o  t h e  g a s i f i e r  through 
t h e  carbonizer ,  countercur ren t  t o  t h e  e x i t i n g  product  gas .  A mixture  of steam and 
oxygen e n t e r i n g  t h e  base  of t h e  g a s i f i e r  provided both  t h e  r e a c t a n t  and f l u i d i z i n g  
gases .  G a s i f i e r  temperatures  w e r e  maintained by vary ing  t h e  f low rate  of  oxygen t o  
t h e  r e a c t o r .  A f luidized-bed he ight  of about  68 inches  was maintained by a d j u s t i n g  
t h e  char  e x t r a c t i o n  r a t e  t o  co inc ide  wi th  t h e  c o a l  feed  and g a s i f i c a t i o n  rates. 

Discussion and R e s u l t s  

The opera t ing  condi t ions  and r e s u l t s  f o r  t h e  t h r e e  experimental  g a s i f i c a t i o n  t e s t s  
a r e  shown i n  t a b l e  2 .  
l b / h r ,  which are equiva len t  t o  c o a l  throughputs  of 37.4 t o  42.4 l b / h r  f t  of g a s i -  
f i e r  volume. Average gas  i n p u t s  of 0 . 3 5  l b  oxygen/lb c o a l  and 1.8 l b  s team/ lb  c o a l  
r e s u l t e d  i n  a s u p e r f i c i a l  gas  v e l o c i t y  of 0.29 f t / s e c  a t  40 atmospheres p r e s s u r e  i n  
t h e  4-inch g a s i f i e r .  No d i f f i c u l t y  w a s  experienced i n  main ta in ing  temperature  
c o n t r o l  i n  t h e  f luidized-bed wi th  the  average of t h e  maximum g a s i f i e r  tempera tures  
ranging from 1761°. to  1832' F, and no s l a g - s i n t e r i n g  problems occurred at peak 
g a s i f i e r  temperatures  of 1850" F. 

The r e s u l t s  of t h e  t h r e e  tests showed t h a t  carbon conversions ranged from 77.0 t o  
80.2 percent  and steam conversions o r  decomposition ranged from 14 .3  t o  16.9 percent .  
Raw gas  a n a l y s i s  showed t h a t  t h e  hydrogen s u l f i d e  y i e l d  was 0.77 SCF/lb c o a l ,  maf, 
f o r  t h e  8 percent  s u l f u r  c o a l ,  while  product  gas  y i e l d s  (H2 + CO + CH4 + C H6) 
averaged 13.6 SCF/lb c o a l ,  maf, wi th  equiva len t  methane y i e l d s  (CH4 + C2H6? ranging  
from 3.45 t o  3.60 SCF/lb coa l ,  maf. 

Comparing test r e s u l t s  us ing  Iowa c o a l  t o  similar test  r e s u l t s  us ing  I l l i n o i s  N o .  6 
c o a l ,  as repor ted  by Forney ( 3 ) ,  the  Iowa c o a l  r e s u l t s  showed h igher  carbon conversions 
(78.6 VS. 71.8 percent ) ,  lower product  gas  y i e l d s  (13.6 v s  14.9 SCF/lb c o a l ,  maf) 
and h igher  hydrogen s u l f i d e  y i e l d s  (0.77 vs .  0.36 SCF/lb c o a l ,  maf). The h i g h e r  
temperature  accounted f o r  t h e  h igh  carbon conversion whi le  t h e  high s u l f u r  conten t  
of t h e  c o a l  r e s u l t e d  i n  h igh  hydrogen s u l f i d e  y i e l d s  and s l i g h t l y  lower hydrogen 
y i e l d s .  The high steam t o  c o a l  r a t i o  (1.8/1) r e s u l t e d  i n  a h igh  hydrogen t o  carbon 
'monoxide r a t i o  ( 3 . 3 / 1 ) .  Calcula t ions  i n d i c a t e  t h a t  s h i f t  e q u i l i b r i u m  f o r  a l l  tests 
is  achieved between t h e  average temperature  and t h e  temperature  a t  t h e  top  of t h e  
bed. The high hydrogen t o  carbon monoxide r a t i o  would e l i m i n a t e  t h e  need f o r  a 
s h i f t  r e a c t o r  and can be c o n t r o l l e d  t o  g i v e  t h e  d e s i r e d  r a t i o  f o r  methanat ion 
(~3.05/1) by a d j u s t i n g  t h e  steam t o  c o a l  r a t i o .  

Table  3 shows t h e  d i s t r i b u t i o n  of s u l f u r  forms i n  t h e  c o a l  and char .  S u l f u r  forms 
a r e  determined by e x t r a c t i o n  of t h e  c o a l  and char  samples wi th  hydrochlor ic  and 
n i t r i c  a c i d s .  The a n a l y s i s  and a weight ba lance  between t h e  c o a l  f e d  and char  
produced i n d i c a t e s  that most of t h e  s u l f u r  i n  t h e  c o a l  is converted t o  hydrogen 
s u l f i d e  and t r a c e  s u l f u r  compounds i n  t h e  gas  and t a r .  
t h e  s u l f a t e  s u l f u r ,  0 . 3  weight percent  of p y r i t i c  s u l f u r  and 26.9 percent  of t h e  
organic  s u l f u r  found i n  t h e  c o a l  remain i n  t h e  c h a r  a f t e r  g a s i f i c a t i o n .  P y r i t i c  
s u l f u r  is e a s i l y  removed by i t s  r e a c t i o n  wi th  hydrogen.(4) The s u l f a t e  s u l f u r  i s  
a l s o  converted t o  hydrogen s u l f i d e .  

A s  shown i n  t a b l e  4 ,  t h e r e  a r e  a number of t r a c e  s u l f u r  compounds i n  a d d i t i o n  t o  
t h e  l a r g e  q u a n t i t i e s  of hydrogen, carbon monoxide, carbon d ioxide ,  methane, e thane  
and hydrogen s u l f i d e  produced i n  t h e  g a s i f i e r .  
from t h e  product gas by cryogenic  d i s t i l l a t i o n  and by measured mass spec t romet r ic  
a n a l y s i s .  The product  gas  conta ins  3 . 2  volume percent  s u l f u r  compounds and would 
r e q u i r e  a s u l f u r  c l e a n  up p r i o r  t o  methanation. 

Coal feed  r a t e s  f o r  t h e s e  tests ranged from 17 .6  50 19.9 

About 0.7 weight  percent  of 

These t r a c e  compounds are s e p a r a t e d  
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The a n a l y s i s  and f u s i b i l i t y  of a s h  f o r  Iowa c o a l  and char  are shown i n  t a b l e  5 .  
t a i n  compounds contained i n  t h e  a s h  of c o a l s  undoubtedly c o n t r i b u t e  t o  t h e  carbon 
conversion,  g a s i f i c a t i o n  r a t e s ,  t h e  q u a n t i t y  and t h e  q u a l i t y  of gas  produced. ( 2 ,  5 ,  6)  
According t o  Grossman (7 )  and Ely (8) i r o n  is t h e  major c o n t r i b u t o r  i n  lowering t h e  
f u s i o n  temperature  of c o a l  a s h  under reducing condi t ions .  Gasior (2)  a l s o  found t h a t  
c o a l s  having t h e  g r e a t e s t  percentage of calcium and magnesium compounds have t h e  lowest  
s i n t e r i n g  temperature. R e s u l t s  of t h e s e  Iowa c o a l  g a s i f i c a t i o n  tests appear  t o  confirm 
t h e s e  f i n d i n g s  s i n c e  no s i n t e r i n g  w a s  observed. 

The major e f f l u e n t  problem a s s o c i a t e d  wi th  t h e  steam-oxygen g a s i f i c a t i o n  of Iowa 
c o a l  is t h e  unreacted steam l e a v i n g  t h e  g a s i f i e r  a s  contaminated water  condensate. 
The a n a l y s i s  of t h i s  water is shown i n  t a b l e  6 a long  w i t h  a coke p l a n t  water  a n a l y s i s  
f o r  comparison. The amounts of t h e  contaminants  vary  g r e a t l y ,  b u t  t h e  cjlanide and 
th iocyanate  conten t  of the g a s i f i c a t i o n  e f f l u e n t  is much smaller than i n  t h e  coke 
p l a n t  e f f l u e n t  while t h e  phenol and COD conten t  are g r e a t e r .  It i s  be l ieved  t h a t  
t h e  h igh  steam p a r t i a l  p r e s s u r e  i n  t h e  SYNTHANE g a s i f i e r  causes  conversion of 
n i t r o g e n  compounds t o  ammonia. Coke p l a n t  water  p o l l u t i o n  has  been a l l e v i a t e d  t o  
some exten t  (9), b u t  some problems s t i l l  remain. The Iowa c o a l  e f f l u e n t  water  
a n a l y s i s  shows no s i g n i f i c a n t  d i f f e r e n c e  from o t h e r  r e p o r t e d  ana lyses  of SYNTHANE 
e f f l u e n t  waters .  (10) 

A c o a l  t a r  byproduct is a l s o  produced from t h e  g a s i f i c a t i o n  of Iowa c o a l .  This t a r  
l e a v e s  t h e  g a s i f i e r  a s  a vapor w i t h  t h e  unreac ted  steam and i s  e a s i l y  separa ted  
from t h e  e f f l u e n t  water condensa te  by decant ing .  The t a r  i s  heavier  than  water and 
n e g l i g i b l e  amounts of a l ighter- than-water  phase a r e  produced. 
a n a l y s i s  and phys ica l  p r o p e r t i e s  of t h e  tar  produced. For t h e  g a s i f i c a t i o n  of Iowa 
c o a l ,  t a r  y i e l d s  averaged 7 . 3  percent  of t h e  c o a l  f e d ,  compared t o  4.0 percent  f o r  
I l l i n o i s  No. 6 coal .  Gasior  (2)  and Nakles (11) have found t h a t  feeding t h e  coa l  
below the  top of t h e  f lu id ized-bed  can  s i g n i f i c a n t l y  reduce t h e  tar y i e l d .  A 
simulated ASTM d i s c i l l a t i o n  of t h i s  tar shows t h a t  less than 50 percent  of the  t a r  
b o i l s  below 940" F. The h igh  percentage of s u l f u r  ( 3 . 2 % ) ,  however, could d r a s t i c a l l y  
l i m i t  t h e  d i r e c t  use  of t h e s e  tars as a f u e l .  With an e f f e c t i v e  d e s u l f u r i z a t i o n  
process ,  t h e  d e s u l f u r i z e d  tar could be used as a nonpol lu t ing  b o i l e r  f u e l  o r  a n  o i l  
r e f i n e r y  feeds tock .  

Cer- 

Table 7 shows t h e  

Conclusions 

O v e r a l l  r e s u l t s  from an e x p l o r a t o r y  s tudy  t o  g a s i f y  a mi ld ly  caking, h igh  s u l f u r  
Iowa coa l  i n  t h e  SYNTHANE PDU g a s i f i e r  have shown t h a t  carbon conversions of 80 
percent  and steam convers ions  of 16  p e r c e n t  can be achieved a t  avera  e maximum 
g a s i f i e r  temperatures  of 1832' F and c o a l  throughputs  of 40 l b / h r  f t  . These 
r e s u l t s  confirm publ i shed  f i n d i n g s  t h a t  c o a l s  having t h e  l a r g e s t  amount of calcium 
and magnesium compounds have  t h e  lowest  s i n t e r i n g  temperatures  and t h a t  t h e  amount 
of  s u l f u r  i n  t h e  tar and gaseous products  is g e n e r a l l y  r e l a t e d  t o  t h e  amount of 
s u l f u r  i n  t h e  coa l .  The e f f l u e n t  water  shows no s i g n i f i c a n t  d i f f e r e n c e  from o t h e r  
SYNTHANE g a s i f i e r  condensates ,  and is genera l ly  similar t o  coke-oven byproduct 
w a t e r .  

5 
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Table 1. - Analys is  and f ree-swel l ing  index of Iowa c o a l  

Class High-Volati le C 

Analysis (as r ece ived) ,  % 

Moisture 

V o l a t i l e  Matter 

Fixed carbon 

Ash 

Hydrogen 

Carbon 

Nitrogen 

oxygen 
S u l f u r  

Free-swelling index 

2.9 

36.2 

41.2 

19 .7  

4 . 4  

59.2 

0.8 

8.0 

7.9 

1 . 5  



Table 2. - Operat ing condi t ions  and r e s u l t s  f o r  Iowa c o a l  g a s i f i c a t i o n  
tests i n  a f luidized-bed a t  40 atmospheres p r e s s u r e  

Test  No. 209 

Operat ing time, h r s .  6.0 

Coal feed  rate, l b / h r  17.6 

l b / h r  f t 3  g a s i f i e r  37.4 

Bed he ight ,  i n .  68.4 

Steam rate, l b / h r  35.3 

Oxygen rate, SCFH 75.5 

Temperature, OF 

peak 1844 

average  maximum 1761 

average  1664 

t o p  of bed 1572 

avg. max. temp., f t / s e c  0.28 
S u p e r f i c i a l  gas  v e l o c i t y  a t  

Yie lds  and conversions 

Carbon conversion,  

Steam decomposition, 
weight  percent  14.3 

Product  g a s  - 
y i e l d ,  SCF/lb c o a l ,  maf 13.7 

weight percent  80.2 

1/ 

21 Equivalent  m e t h a n e  
y i e l d ,  SCF/lb c o a l ,  maf 3 .60  

Tar y i e l d ,  % of coal- 
fed  7.6 

3/  

Product g a s  a n a l y s i s ,  d ry ,  
N2 f r e e  ( X )  

H2 
co 

33.6 

9.2 

11.9 

40.7 
CH4 

c02 

C2H6 

H2S 

- 1 / H 2  + CO + CH4 + C2H6. 

1 .4  

3.2 

210 

6.0 

19.5 

67.0 

67.9 

35.1 

81.5 

1850 

1832 

1691 

1576 

0.29 

77 .O 

15.4 

13.5 

3.53 

7.0 

211 

6 .0  

19.9 

68.0 

68.0 
35.3 

76.9 

1850 

1832 

1702 

1601 

0.29 

78.6 

16.9 

13.6 

3.45 

7.4 

33.2 33.7 

10.3 10.7 

12.1 11.9 

39.8 39 .1  

1.4 1 . 4  

3.2 3.2 

%H4 + C2H6. 

- 3/As r e c e i v e d  a f t e r  a i r  drying.  
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Table 3. - D i s t r i b u t i o n  of s u l f u r  forms i n  Iowa c o a l  
and char  and t h e  s u l f u r  conversion 

S u l f a t e  P y r i t i c  Organic 

% S i n  Coal 0 .41  5.18 2.35 

% S i n  Char 0 .01 0.05 2.55 

l b  c h a r f l b  c o a l  0.29 0.28 0.26 

% Converted 99.3 99.7 73.1 

11 Table 4. - Trace components i n  dry  product  gas- from t h e  f l u i d i z e d -  
bed g a s i f i c a t i o n  of Iowa c o a l  wi th  steam and oxygen a t  

40 atmospheres p r e s s u r e  

T e s t  No. 209 210 

Hydrogen S u l f i d e  11,040 12,000 

Carbonyl s u l f i d e  250 

Methyl mercaptan <5 

Thiophene <5 

Sulfur  d i o x i d e  - 
Benzene 100 

Toluene 100 

Xylene - 
- 1 / A l l  va lues  i n  ppm by volume. 
- ZfNot determined. 

250 

<5 

<5 

21 N .D .- 
21 N.D.- 

11 Table 5. - Analys is  and f u s i b i l i t y  of ash- of Iowa c o a l  and char  

Major Elements i n  Ash 

SiOz 

A1203 

FeZ03 

Ti02 

C a O  

MgO 
Na20 

Coal, % 

35.4 

14.0 

39.5 

0.8 

3.6 

0.4 

1 . 3  

Char, % 

34.1 

14.7 

44.0 

0.6 

2.8 

0.3 

0.4 

0.9 0 .7  K2° 
so3 1 .5  0 .1  

F u s i b i l i t y  of ash ,  O F  

I n i t i a l  deformation temp. 1900 1930 

Sof ten ing  temperature  1950 1980 

Flu id  temperature  2040 2030 

- 1 / S t a f f ,  O f f i c e  Direc tor  of Coal Research Methods of Analyzing and Tes t ing  
Coke and Coal, BuMines Bull .  638, 1967, 82 pp. 
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11 Table 6. - E f f l u e n t  water analysis-  from t h e  f lu id ized-bed  
g a s i f i c a t i o n  of Iowa c o a l  wi th  steam,$nd 

oxygen a t  40 atmospheres pressure2' 

Test No. 

PH 
Suspended s o l i d s  

Phenol 

COD 

TOC 

Thiocyanate  

Cyanide 

Chlor ide  

Amnonia 

209 

9.0 

6 

2060 

14500 

4600 

108 

0.029 

22 

N . D . ~  

11Standard method f o r  t h e  examination of water and waste  w a t e r  - 
according t o  t h e  American Publ ic  Heal th  Associat ion;  American 
Water and Waste Water Associat ion,  and Water P o l l u t i o n  Control 
Federa t ion ,  1 3 t h  Edi t ion ,  1971. 

- 21All v a l u e s  i n  ppm except  pH. 
- 3/Not determined.  

210 

9.2 
16 

2340 

17400 

4970 

129 

0.027 

40 

N.D.- 31 

211 

9.1 
1 5  

2180 

16800 

4850 

135 

0.122 

118 

N . D 7  31 

Coke P l a n t  

9.0 
50 

2000 

7000 

N.D.- 

1000 

100 

N.D.- 

5000 

31 

31 

Table 7. - Product  tar a n a l y s i s  and p h y s i c a l  p r o p e r t i e s  of dewatered 
tar  from t h e  f luidized-bed g a s i f i c a t i o n  of Iowa c o a l  

w i t h  steam and oxygen at  40 atmospheres 

Tes t  No.  210 211 

11 Ultimate a n a l y s i s  of t a r , -  
weight  percent  

C 83.7 

6.6 

0.9 

S 3.2 

0 5.6 

HZ 

N2 

83.8 

6.4 

1.0 

3 .2  

5 .6  

Benzene i n s o l u b l e s ,  weight percent  0.8 1.1 

V i s c o s i t y ,  ssu @ 1800 FL' 132 152 

S p e c i f i c  Gravi ty  @ 60/60° FA' 1.151 1.150 

ASTM D i s t i l l a t i o n ,  weight percent  
b o i l i n g 1  OF 48.81940' 40.2/928° 

- l/ASTM D271. 
2/ASTM D88. - 
- 3lASTM D70. 
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CHEMICAL BOND CLEAVAGE DURING ASPHALTENE FORMATION' 

Ben M. Benjamin, V. F. Raaen, G. W. Kabalka, and C. J. C o l l i n s  
Chemistry D iv i s ion ,  Oak Ridge Na t iona l  Laboratory  

Oak Ridge, Tennessee 37830, U.S.A. 

An impor tan t  quest ion a r i s i n g  from experiments i n v o l v i n g  coal l i q u e -  
f a c t i o n  processes i s  "which bonds a r e  broken when s o l i d  coal  i s  converted 
t o  l i q u i d s ,  $r t o  so lub le  o i l s ,  asphaltenes, and preasphal tenes?"  
e a r l i e r  work i t  was proposed t h a t  e the r  l i nkages  were c leaved and hydro- 
genolys is  occu r red  du r ing  t rea tmen t  o f  coal  w i t h  hydrogen-donor so lvents  
a t  e levated temperatures. Thus, a l i m i t e d  number o f  model e t h e r  s t ruc tu res  
were shown t o  break i n  t h e  presence o f  t e t r a h y d r o q u i n o l i n e  a t  309'. It was 
a l so  repor ted2y3 t h a t  s o l u b i l i z a t i o n  cou ld  n o t  be due t o  cleavage o f  s i n g l e  
methylene b r idges  i n  coa l .  However, s t r u c t u r e s  c o n t a i n i n g  one methylene 
group i n  t h e  b r idge ,  such as diphenylmethane, a re  s t a b l e  under t h e  above 
cond i t i ons .  

I n  

4 We presented data i n  a recen t  manuscr ip t  showing t h a t  o t h e r  s t r u c t u r e  
types undergo the rmo lys i s  under t h e  c o n d i t i o n s  o f  asphaltene format ion.  
v a r i e t y  o f  d i a r y l -  and t r i a r y l e t h a n e s  and ethy lenes were found t o  c leave a t  
t h e  c e n t r a l  C-C bond; t h e  de r i ved  products  were cha rac te r i zed .  C e r t a i n  
ethers were found t o  c leave accompanied by t h e  fo rma t ion  o f  water .  

A 

We have now i n v e s t i g a t e d  a l a r g e  v a r i e t y  o f  compounds c o n t a i n i n g  s t ruc -  

These compounds a r e  arranged i n  groups and 

t u r a l  l i nkages  chosen, p a r t l y ,  from coa l  models suggested by Given,5 Weiser,6 
and H i l l  and Lyon.7 
d i f f i c u l t y ,  and some n o t  a t  a l l .  
t h e i r  r e l a t i o n  t o  coa l  l i q u e f a c t i o n  i s  considered. 
break e a s i l y  a r e  those  a t t a c h i n g  l a r g e  groups t o  the  aromat ic  nucleus o f  
phenols and phenol e the rs .  Parabenzylphenol i s  r a p i d l y  converted, p r i n c i -  
pa l l y ,  t o  to luene  and phenol w i t h  a l i t t l e  benzene and e -c reso l .  Several 
products a r e  produced from phenylethy l  e ther ;  benzene, to luene,  ethylbenzene, 
phenol, ethane, e thy lene,  and water .  

quest ion r e l a t i n g  t o  t h e  s t r u c t u r a l  u n i t s  i n  coa l .  For  example, "does i t  
con ta in  any i s o l a t e d ,  nonaromatic double bonds?" 
o l e f i n i c  s t r u c t u r e  and carbon nmr i s  ambiguous. Our s o l u t i o n  i s  based on 
t h e  s t i t c h i n g  and r i v e t i n g  r e a c t i o n s  developed by H. C. Brown.8 V i t r i n i t e ,  
o r  a p y r i d i n e - s o l u b l e  f r a c t i o n  o f  i t ,  was reac ted  w i t h  diborane. Then t h e  
hydroborated coa l  was conver ted t o  a t r i a l  ky lborane d e r i v a t i v e  by t r e a t i n g  
i t  w i t h  e thy lene  gas. Any t r i a l k y l b o r a n e  formed w i t h i n  t h e  coa l  s t r u c t u r e  
was f i n a l l y  conver ted t o  a r a d i o a c t i v e - l a b e l e d  ketone by t reatment  w i t h  
r a d i o a c t i v e  carbon monoxide, o r  w i t h  l abe led  cyanide i on ,  f o l l owed  by 
hyd ro l ys i s .  A de te rm ina t ion  o f  t h e  s p e c i f i c  carbon-14 a c t i v i t y  enabled us 
t o  c a l c u l a t e  t h e  number o f  double bonds o r i g i n a l l y  present .  
app ly ing  t h e  above technique t o  o the r  coa l -de r i ved  m a t e r i a l s .  
our data f o l l o w s :  

Some bond types appear t o  c leave r a p i d l y ,  o thers w i t h  

Examples o f  bonds which 

I m p l i c i t  i n  a p o r t i o n  o f  t h e  above d i scuss ion  i s  another impor tant  

Hydrogen nmr does no t  show 

We a r e  p resen t l y  
A summary of 
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Sample 
Radio. Equiv., 

W t  . 
Vit r in i te  ( I l l .  #6) 7300 g .  
Pyridine-soluble Vi t r in i t e  1500 g .  
Blank 61000 g. 

No. of Carbons 
Per Double Bond 

498 
102 
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ISOPROPYL ALCOHOL AS A COAL LIQUEFACTION AGENT 

David S.  Ross and James E. B l e s s i n g  

S t a n f o r d  Research I n s t i t u t e ,  Menlo P a r k ,  CA 94025 

The u s e  o f  T e t r a l i n  and s i m i l a r  H-donor s o l v e n t s  i n  t h e  hydroconver s ion  o f  
c o a l  t o  l i q u i d  f u e l s  is w e l l  known ( 1 ) ,  and is impor t an t  i n  l a r g e - s c a l e  c o a l  conver- 
s i o n  p r o c e s s e s  ( 2 ) .  
H-donor s o l v e n t ,  y i e l d i n g  p r o d u c t s  similar t o  t h o s e  g e n e r a t e d  i n  T e t r a l i n - b a s e d  
sys t ems .  Con t ra ry  t o  t h e  c a s e  f o r  T e t r a l i n ,  it a p p e a r s  t h a t  t h e  a c t i o n  o f  t h e  
i s o p r o p y l  a l c o h o l  can  be promoted by t h e  p r e s e n c e  o f  b a s e s .  T h i s  r e p o r t  p r e s e n t s  
i n i t i a l  d a t a  from a r e s e a r c h  program s t i l l  i n  p r o g r e s s ;  a f u l l  accoun t  o f  t h e  work 
w i l l  be  p r e s e n t e d  i n  a subsequen t  manusc r ip t .  

We p r e s e n t  h e r e  ev idence  t h a t  i s o p r o p y l  a l c o h o l  can  a c t  as an  

EXPERIMENTAL PROCEDURES 

The expe r imen t s  d e s c r i b e d  h e r e  were c a r r i e d  o u t  i n  a 300-1111 MagneDrive, s t a i n -  
less s t e e l  a u t o c l a v e  from Autoclave Eng inee r s .  The s u b s t r a t e  w a s  b e n e f i c i a t e d  
I l l i n o i s  N o .  fi c o a l  s u p p l i e d  by Pennsy lvan ia  S t a t e  U n i v e r s i t y  (PSOC 2 6 ) ,  and ground 
under  n i t r o g e n  i n  a b a l l  m i l l  t o  -60 mesh. I n  each run ,  5-g samples  of t h e  c o a l  
were used, i n  a d d i t i o n  t o  75 t o  1 5 0  g o f  a l c o h o l  s o l v e n t .  These expe r imen t s  were 
r u n  a t  335'C f o r  90 min, w i t h  t y p i c a l l y  4 5  min heat-up and 60 min cool-down 
p e r i o d s .  N o  hydrogen w a s  u sed  i n  any of t h e  expe r imen t s  d e s c r i b e d ,  and t h e  p re s -  
s u r e s  a r e  t h o s e  g e n e r a t e d  by t h e  s o l v e n t s  t hemse lves .  The r e a c t i o n  t empera tu re  of 
335'C was above t h e  c r i t i c a l  t empera tu res  o f  t h e  a l c o h o l s  used. 

I n  t h e s e  expe r imen t s  t h e  p roduc t  m i x t u r e  w a s  f i l t e r e d ,  t h e  r e s i d u e  washed with 
more s o l v e n t  u n t i l  t h e  washings were c o l o r l e s s ,  and t h e  f i l t r a t e  r ecove red  by evapo- 
r a t i o n  of t h e  s o l v e n t  unde r  vacuum. For t h o s e  c a s e s  i n  which a l k o x i d e  s a l t s  were 
used, a l l  f r a c t i o n s  were a p p r o p r i a t e l y  n e u t r a l i z e d  w i t h  c o n c e n t r a t e d  HC1. Both t h e  
f i l t r a t e  and r e s i d u e  were t h e n  d r i e d  t o  c o n s t a n t  weight  a t  l l0 'C unde r  < 1 t o r r  
p r e s s u r e .  I n  a l l  cases t h e  i s o -  
l a t e d  f i l t r a t e  was found t o  be f u l l y  p y r i d i n e - s o l u b l e .  P y r i d i n e  s o l u b i l i t i e s  o f  
t h e  r e s i d u e s  were de t e rmined  a t  room t empera tu re ,  w i t h  0.5 g o f  a p roduc t  c o a l  
f r a c t i o n  s t i r r e d  f o r  1 h r  i n  50 m l  p y r i d i n e .  The p y r i d i n e  s o l u b i l i t i e s  o f  t h e  

r e s i d u e s  were e s t a b l i s h e d  f o r  a l l  c a s e s  and r eco rded  as t h e  f r a c t i o n  o f  t h e  r e s i d u e  
s o l u b l e  i n  p y r i d i n e .  For some c a s e s ,  i t  w a s  conven ien t  t o  r e f e r  t o  t h e  composi te  

' p y r i d i n e  s o l u b i l i t i e s  and e l e m e n t a l  compos i t ion  v a l u e s ,  t h a t  is ,  t h e s e  v a l u e s  f o r  
t h e  e n t i r e  c o a l  sample.  I n  t h e s e  i n s t a n c e s  t h e  i n d i v i d u a l  v a l u e s  f o r  bo th  t h e  
f i l t ra tes  and r e s i d u e s  were a p p r o p r i a t e l y  summed and r eco rded .  

Mass b a l a n c e s  were g e n e r a l l y  g r e a t e r  t h a n  95%. 
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H a l / U a r  ra t ios  were ob ta ined  from t h e  p r o t o n  NMR s p e c t r a ,  which were r u n  on a 
Var i an  EM 3fiO s p e c t r o m e t e r  u s i n g  n e a r l y  s a t u r a t e d  s o l u t i o n s  o f  sample i n  py r id ine -d ,  
o r  CS,/pyridine-d,  mix tu res .  
W i l s o n v i l l e ,  Alabama, sample number 16573, d e r i v e d  from a n  I l l i n o i s  No. 6 c o a l  and  
p rocessed  t o  K109 SRC s p e c i f i c a t i o n .  

The SRC used  was s u p p l i e d  by C a t a l y t i c ,  Inc . ,  

RESULTS AND DISCUSSION 

Autoc lave  Experiments  

The r e s u l t s  o f  a series o f  expe r imen t s  r u n  a t  335'C wi th  a number of s o l v e n t s  
a r e  summarized i n  Tab le  1. The f i g u r e s  f o r  t h e  p y r i d i n e  s o l u b i l i t i e s  and e l e m e n t a l  
a n a l y s e s  a r e  composi te  v a l u e s ,  c a l c u l a t e d  from t h e  r e s p e c t i v e  v a l u e s  for b o t h  t h e  
f i l t r a t e  and r e s i d u e  f r o m  each  r u n .  

T n b l c  1 

TwAT1Il;Kc OF u ~ : ~ l : l ' l c I , Y r ~ l ~  I L L I Y O I S  so. c, COAL, 

17 

50 

61 

97 

R8 

13  

12 

18 

__ 
11;c 

(rn0lXY) _- 
0. 79 

0.81 

0.87 

0.95 

0.83 

0.81 

lenlont n - 
o j c  

("!Ol . l r . )  __ 
0 . 1 1 7  

O . O R 6  

0.073 

o . o w  

0.079 

n.1 LV'CS 

N 
(:.) __- 
1.5s 

1.G3 

1 . 6 4  

1 . 6 9  

I .  33 

1.58 

The t a b l e  shows t h a t  t h e  u n t r e a t e d  c o a l  has  a p y r i d i n e  s o l u b i l i t y  of 17%. I n  
Run 21 ,  i n  which t h e  c o a l  is treated wi th  i s o p r o p y l  a l c o h o l ,  t h e  r e s u l t i n g  p roduc t  
c o a l  d i s p l a y s  a s o l u b i l i t y  i n  p y r i d i n e  of 5 6 .  
and i s  comparable  t o  t h e  r e s u l t s  f o r  a similar experiment  w i t h  T e t r a l i n ,  Run 48, 

T h i s  r e s u l t  i s  c l e a r l y  s i g n i f i c a n t ,  
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where t h e  r e s u l t a n t  c o a l  p roduc t  shows a 47% p y r i d i n e  s o l u b i l i t y .  
s i m i l a r i t y  of t h e  e l e m e n t a l  a n a l y s e s  f o r  t h e  p r o d u c t s  i n  bo th  c a s e s  leads  u s  t o  
conclude t h a t ,  l i k e  T e t r a l i n ,  i s o p r o p y l  a l c o h o l  a c t s  a s  an H-donor under  t h e s e  
c o n d i t i o n s .  

The s u r p r i s i n g  

An a l t e r n a t i v e  p o s s i b i l i t y  i s  t h e  i n t r o d u c t i o n  of i sop ropyoxy l  groups t o  t h e  
c o a l ,  which would p o s s i b l y  i n c r e a s e  bo th  t h e  s o l u b i l i t y  and t h e  H/C r a t i o .  
r o u t e  is m x t  l i k e l y  r u l e d  o u t  f o r  Run 21, however, on t h e  b a s i s  of t h e  d e c r e a s e  i n  
t h e  O/C r a t i o  wi th  r e s p e c t  t o  t h e  s t a r t i n g  c o a l .  

T h i s  

T h i s  p o i n t  i s  confirmed by t h e  r e s u l t s  of Run 36, where t - b u t y l  a l c o h o l  w a s  
used.  The s t r u c t u r a l  d i f f e r e n c e s  between i s o p r o p y l  and t - b u t y l  a l c o h o l s  are i n s i g -  
n i f i c a n t  f o r  work a t  t h e s e  t empera tu res ,  and i f  a l k o x y l a t i o n  were impor t an t ,  it 
would t a k e  p l a c e  w i t h  bo th  a l c o h o l s .  The p y r i d i n e  s o l u b i l i t y  o f  t h e  product  c o a l  
from t h e  t - b u t y l  a l c o h o l  expe r imen t ,  however, is  somewhat less t h a n  t h a t  of t h e  
s t a r t i n g  c o a l ,  and s i g n i f i c a n t l y  l e s s  t h a n  t h e  resul ts  for Runs 21  and 48. These 
d a t a  thus  s u p p x t  o u r  c o n t e n t i o n  t h a t  f o r  t h e  i s o p r o p y l  a l c o h o l  c a s e  n o  inco rpora -  
t i o n  of s o l v e n t  i n t o  t h e  c o a l  has  t a k e n  p l a c e .  On t h e  o t h e r  hand o n l y  t h e  iso- 
?)ropy1 a l c o h o l  can p r o v i d e  hydrogen, pe rhaps  as hydr ide ,  a s  d i s c u s s e d  below. The 
l a r g e  d i f f e r e n c e  i n  t h e  r e s u l t s  i s  t h u s  c o n s i s t e n t  w i t h  H-donat ion by i s o p r o p y l  
a l coho l .  

These r e s u l t s  s u g g e s t  a s i m i l a r i t y  i n  g e n e r a l  mechanism t o  t h e  known Meerwein- 
Pondorff  r e d u c t i o n  o f  c a r b o n y l  g roups  wi th  i sop ropox ide  s a l t s ,  most commonly 
aluminum i sopropox ide  i n  i s o p r o p y l  a l c o h o l  ( 3 ) .  
t h e  oxygen-bearing c a r b o n  i n  t h e  a l c o h o l  i s  t r a n s f e r r e d  t o  a ca rbony l  group, t he reby  
r educ ing  i t .  To tesL t h i s  p o s s i b l e  mode of r e a c t i o n ,  aluminum i sopropox ide  w a s  
added to t h e  r e a c t i o n  m i x t u r e  i n  Run 53 and po ta s s ium i sopropox ide  was added i n  
Run 54. 

In  t h i s  r e a c t i o n  hydr ide  ion  from 

F o r  Run 53, t h e  p roduc t  is  61% s o l u b l e  i n  p y r i d i n e ,  somewhat enhanced r e l a t i v e  
t o  ihe  v a l u e  f o r  i s o p r o p y l  a l c o h o l  a lone .  For t h e  po ta s s ium i sopropox ide  c a s e  t h e  
r e s u l t  i s  s t r i k i n g .  
a d d i t i o n a l l y ,  t h e  o r g a n i c  s u l f u r  i n  t h e  c o a l  has  been r educed  t o  t h e  low va lue  of 
0.41%. 

The p roduc t  c o a l  is e s s e n t i a l l y  f u l l y  p y r i d i n e - s o l u b l e ,  and 

W h i l e  t h e s e  d a t a  s t r o n g l y  s u p p o r t  a hydr ide  t r a n s f e r  p r o c e s s ,  it might be 
proposed t h a t  t h e  r e s u l t s  were due t o  some k ind  o f  base-promoted d i s s o l u t i o n .  This  
p o s s i b i l i t y  w a s  e l i m i n a t e d  by t h e  d a t a  from Run 61,  i n  which po ta s s ium t -bu tox ide  
i n  t - b u t y l  a l c o h o l  was used.  H e r e  t h e  r e s u l t  is  l i t t l e  d i f f e r e n t  from t h a t  f o r  
t - b u t y l  a l c o h o l  a l o n e .  

Thus i t  c a n  b e  conc luded  t h a t  i s o p r o p y l  a l c o h o l  c a n  a c t  a s  a n  H-donor s o l v e n t  
f o r  c o a l  c o n v e r s i o n  i n  a p r o c e s s  i n v o l v i n g  hydr ide  t r a n s f e r  from t h e  a l c o h o l ,  or 
a l k o x i d e  sa l t ,  t o  t h e  c o a l .  
a c h a i n  p r o c e s s ,  s u c h  as 

The n e t  t r a n s f e r  of H, t o  t h e  coal c o u l d  i nvo lve  a 

-OCH(CH,), + c o a l  - O=C(CH,) ,  + coalH- (1) 

coalH- t HOCH(CH,),- coalH, + -OCH(CH,),  ( 2 )  
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i n  which t h e  a l k o x i d e  i o n  is  r e g e n e r a t e d  wi th  each  c y c l e ,  H2 has  been t r a n s f e r r e d  
t o  t h e  c o a l ,  and a c e t o n e  i s  formed. The fo rma t ion  of a c e t o n e  has  i n  f a c t  been 
confirmed q u a l i t a t i v e l y ,  and expe r imen t s  are  c u r r e n t l y  unde r  way t o  assess t h e  
q u a n t i t a t i v e  n a t u r e  o f  t h e  p r o c e s s .  

P r o d u c t  C h a r a c t e r i z a t i o n  

b 

While we have w r i t t e n  r e a c t i o n  ( 2 )  w i t h  t h e  n o t a t i o n  coalH,, we do n o t  wish t o  
imply t h a t  s imp le  h y d r o a d d i t i o n  t o  m u l t i p l e  bonds has  n e c e s s a r i l y  o c c u r r e d .  The 
q u e s t i o n  o f  t h e  s p e c i f i c  s i t e  o f  hydrogen r e a c t i o n  remains open, and i t  i s  o f  
i n t e r e s t  t o  e s t a b l i s h  t h e  d e g r e e s  t o  which h y d r o a d d i t i o n  and hydroc rack ing  have 
t a k e n  p l a c e .  

Accordingly,  it is  conven ien t  t o  look a t  o u r  p roduc t  d a t a  i n  more d e t a i l ,  
namely i n  terms of  t h e  s e p a r a t e d  f r a c t i o n s  o f  t h e  prOdJCt c o a l .  T a b l e  2 p r e s e n t s  
d a t a  f o r  t h e  f r a c t i o n  o f  t h e  s t a r t i n g  c o a l  i s o l a t e d  from t h e  s o l v e n t  a f t e r  r eac -  
t i o n ,  t h e  H/C and Hal/Har ratios f o r  t h a t  f r a c t i o n ,  t h e  H/C r a t i o  of t h e  r e s i d u e ,  
and t h e  s o l u b i l i t y  o f  t h e  r e s i d u e  i n  p y r i d i n e .  
s t a r t i n g  c o a l ,  f o r  t h e  r e s i d u e  from t h e  po ta s s ium i s o p r o x i d e  expe r imen t ,  and f o r  
an  I l l i n o i s  No. 6 SRC. The v a l u e s  f o r  p y r i d i n e  s o l u b i l i t y  o f  t h e  r e s i d u e  a r e  
g iven  a s  t h e  f r a c t i o n  o f  t h e  r e s i d u e  s o l u b l e  i n  p y r i d i n e .  For example for Run 21, 
o f  t h e  s t a r t i n g  5 g o f  c o a l ,  1 . 0  g,  o r  20$, was recove red  from s o l u t i o n  i n  i s o -  
p ropy l  a l c o h o l  a t  t h e  end o f  t h e  run.  Of t h e  r ema in ing  4.0 g of r e s i d u e ,  1 . 5  g ,  
or 37.5$ was s o l u b l e  i n  p y r i d i n e .  

A l s o  g i v e n  a r e  Hal/Har  f o r  t h e  

T a b l c  2 

ILLISOIS SO. 6 COAL 6ITIi  VARIOUS VEDIA 
xi' 335" FOR 90 \IINI;T::S -- - 

HcPtone 

Te t r,z 1 I" 

i - P r o p y l  
a l c o h o l  

KOiPr/ 

a l c o h o l  
I-?l.OPyl 

.1o.a i . o a  

- 1 0 . 7 5  1 1 . 2  1 39.0- 

'The s o l u b i l i t i e s  of t h c  u n t r e a t e d  con1 i n  t h e  medln arc 5 1s for a 1 1  CBSCS. 

b.rhesc ml:!os represent thc  s o l u h i l l t i e s  of t h e  : . e s u l t o n t  coal P P O d U C t S  

In t h e  r c ~ p ~ ~ ~ i ~ ~  ncdia .  
S O I U ~ L O  in 311 c a s e s .  

The f i l t r a t e s  ruere found to be c o l n p l e t e l y  p y r i d i n e  

'meso y z l u c s  r e p r e s e n t  t h e  f r a c t i o n  of t ~ i e  i s o l a t e d  res ic~uc  S O ~ U ~ ~ C  i n  p y r i d i n e .  

*G. "i l l ,  ! I _  H n r i r i ,  R .  Reed,aind L. Anderson, Advances i n  C h e m i s t r y  SerlL-5 55, 
-127 (1866). 
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R e s u l t s  f o r  a n  expe r imen t  w i t h  h e p t a n e  (Run 2 5 )  are p r e s e n t e d  i n  t h e  t a b l e  
f o r  comparison. C l e a r l y  t h e  hep tane  r u n  d i d  n o t  r e s u l t  i n  much c o a l  d i s s o l u t i o n ,  
nor  d i d  t h e  r e s i d s e  d i s p l a y  any unusua l  behav io r .  

0 

For Runs 48 and 21, however, w i th  T e t r a l i n  and i s o p r o p y l  a l c o h o l ,  r e s p e c t i v e l y ,  
abou t  a f i f t h  of t h e  s t a r t i n g  C o a l  is c o n v e r t e d  t o  material  s o l u b l e  i n  t h e  media 
themselves ,  and t h e  H/C r a t i o s  are enhanced.  The r e s i d u e s  f o r  bo th  c a s e s  have a l s o  
undergone c h e n i c a l  change.  For  bo th  t h e  T e t r a l i n  and t h e  a l c o h o l  expe r imen t s  t h e  
r e s i d u e s  are 35-40$ p y r i d i n e - s o l u b l e .  The H/C v a l u e s  f o r  t h e s e  f r a c t i o n s ,  however, 
a r e  e s s e n t i a l l y  t h e  same as t h a t  f o r  t h e  s t a r t i n g  c o a l .  Thus it would appea r  t h a t ,  
f o r  both s o l v e n t s ,  a chemica l  p r o c e s s  is t a k i n g  p l a c e  t h a t  (1) adds  hydrogen t o  
some f r a c t i o n  o f  t h e  coal,  c o n v e r t i n g  it t o  m a t e r i a l  s o l u b l e  i n  t h e  r e s p e c t i v e  
media,  and (2) g e n e r a t e s  a r e s i d u e  w i t h  a l a r g e  p y r i d i n e  s o l u b i l i t y ,  b u t  w i th  no 
s i g n i f i c a n t  i n c r e a s e  i n  hydrogen c o n t e n t .  

The r e s u l t s  f o r  Run 54 wi th  po ta s s ium i sop-opox ide  show t h a t  4@ of  t h e  s t a r t -  
i n g  c o a l  i s  conve r t ed  t o  a p r o d u c t  s o l u b l e  i n  t h e  r e a c t i o n  medium. Tha t  f r a c t i o n  
i s  c o n s i d e r a b l y  e n r i c h e d  i n  hydrogen, and  a s u b s t a n t i a l  f r a c t i o n  o f  t h e  added 
hydrogen i s  a l i p h a t i c ,  comparable  t o  t h e  s m a l l  q u a n t i t y  of m a t e r i a l  i s o l a t e d  from 
t h e  f i l t r a t e  of t h e  hep tane  expe r imen t .  The r e s i d u e  i n  t h i s  c a s e  is  e s s e n t i a l l y  
f u l l y  p y r i d i n e - s o l u b l e  and,  i n  c o n t r a s t  t o  t h o s e  f o r  Runs 21 and 48 ,  has  been 
en r i ched  i n  hydrogen. 
shown i n  t h e  t a b l e  f o r  SRC, a l t h o u g h  i t  is  c l e a r  t h a t  o u r  p roduc t  has  more o v e r a l l  
a l i p h a t i c  c h a r a c t e r  t h a n  t h e  SRC. Both are also c o n s i d e r a b l y  more a r o m a t i c  i n  
c h a r a c t e r  t h a n  t h e  s t a r t i n g  c o a l ,  a l t h o u g h  t h e  Hal/Har v a l u e  f o r  t h e  c o a l  is  f o r  
an  "average c o a l "  and i s  p robab ly  o n l y  a rough, s e m i q u a n t i t a t i v e  v a l u e  of t h e  
ra t io  for o u r  s t a r t i n g  c o a l .  

The H/C and Hal/Har d a t a  are reasonab ly  similar t o  t h o s e  

I f  j u s t  t h e  hydrogen and ca rbon  c o n t e n t s  are  c o n s i d e r e d ,  t h e  v a l u e s  f o r  both 
t h e  Run 54 r e s i d u e  and  t h e  SRC pe rmi t  t h e  c a l c u l a t i o n  o f  a n  ave rage  molecu le  f o r  
both.  I n t e r e s t i n g l y ,  t h e  d a t a  f o r  bo th  c a n  be accommodated by 

r e s i d u e ,  Run 54 

T h i s  r e s u l t  i n c l u d e s  number a v e r a g e  m o l e c u l a r  weight  d a t a  i n  t h e  r ange  1000-1300, 
which we have o b t a i n e d  f o r  bo th  m a t e r i a l s ,  I t  a p p e a r s  t h a t  t h e  two may be s imply 
r e l a t e d ,  w i t h  a d d i t i o n a l  polymethylene b r i d g e s ,  or hydroaromatic  components,  
p r e s e n t  i n  ou r  p roduc t .  The i m p l i c a t i o n s  o f  t h i s  r e s u l t  await f u r t h e r  s t u d y .  
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HYDRODESULFURIZATION I N  THE SOLVENT REFINED COAL PROCESS 

y. S. P i t t S ,  A. R .  T a r r e r ,  J .  A. Guin, J. W. P r a t h e r  

Coal Conversion Laboratory 
Auburn Univers i ty  
Auburn, AL 36830 

The Solvent  Refined Coal (5f.C) process i s  c u r r e n t l y  recognized a s  one o f  
t l is  more promising processes f o r  producing an env i ronmenta l ly  acceptable b o i l e r  
f u e l  from coal .  I n  t i l e  SKC process, cca l  i s  l i q u e f i e d  t o  a l l o w  renoval of 
e n t r a i n e d  miners1 n a t t e r  by phys icd l  separat ion vethods and reacted w i t h  - 

L i q u e f a c t i o n  of 
coal  has been t o  occur a1nr:t ins tantaneously  upon reaching r e a c t i o n  

ct:emical ly p a r t  o f  i t s  o r g a n i c  s u l f u r .  

i n  t h e  presence o f  a hydrogen-donor so lvent ,  the o v e r a l l  
i n  l i q u e f a c t i c n  being rehydrogenat ion o f  process s o l v e n t  - 

which nag be perforwcd separate ly  i n  the r e c y c l e  stream - t o  r e p l e n i s h  hydrogen- 
donor species (1,2). Based on data c o i l e c t e d  i n  t h i s  l a b o r a t o r y  hydrodesul- 
f u r i z a t i o n  (HDS) o f  coa l ,  cn t h e  c t h e r  hand, appears t o  be a much slower 
r e a c t i o n .  A s  a r e s u l t ,  the k i n e t i c s  of HDS w i l l  be a primary, if not  the  
c o n t r o l l  i n g  f a c t o r  i n  t h e  design and o p e r a t i o n  of  t h e  d i s s o l v e r / r e a c t o r  i n  t h e  
SRC process. 

I n  t h e  present work, an experimental e v a l u a t i o n  i s  made o f  the f e a s i b i l i t y  
f o r  accelerat in :  HDS o f  coal  by simply v a r y i n g  r e a c t i o n  c o n d i t i o n s  and u t i l i z i n g  
coal  minera l  mat ter  and/or o t h e r  cheap regenerable 
r e p o r t e d  were a l l  o b t a i n r d  i n  a bstch system; and. excent f o r  one ser ies o f  
expel-iments, o n l y  one c v a l  type, a bituni inous Kentucky NO. 9/14. wis Uscd.  
Experioierital meiiiods and n a t e r i  s are g iven i n  ( 2 ) .  except a s  ngte3 here in.  
A r e a c t i o n  mode: vias d e v e l o x d  s t  g i v f s  an e x c e l l e n t  f i t  t o  t h e  erperimental 
data. The model, as  w e l l  as o t  r r e s u l t s  of :he cosiparative s tbd ies performed. 
i s  intended t o  a s s i s t  i n  predic  ng snd i n t e r p r e t i n g  r e s u l t s  f ro3  p i l o :  s t u d i e s  
o f  t h e  SRC process, such as those a t  W i l s o n v i l l e .  Alabama, and Tacoma, Vashing- 
ton.  The,rr.odel prov ides a lso a usefu l  des ign t o o l ;  but, far  a r e a c t i o n  s y s t w  
as  ccsiplcx as tL.? one dei r l t  w i t h  here, i t  would be presumptuous t o  suggest 
t h a t  i t  represer,ts t h e  t r u e  mechaiiisci. 

In a p r e v i o x l y  repor ted c a i a l y s t  screening study ( S ) ,  severa l  m i n e r a l s  
indigenous t o  ccal m r e  sliodii t o  k v e  a C a t a l y t i c  e f f e c t  on t h e  t!DS of  crcosote 
o i l .  
I n e t a \ l i C  i r o n  tne ttUS r a t e  o f  t h e  o i l  was s i g n i f i c a n t l y  h ig l ier  than t h a t  r e s u l t i n g  
when no minera l  :.as pres%;; whewas, i n  t h e  presence of p y r i t e  the HDS r a t e  
was ahout the s a c  as i t  ~ $ 3 5  when no minera l  was present. These observat ions 
were s u r p r i s i n g  i n  t h a t  both r e d x e d  i r o n  and p y r i t e  are converted i n t o  t h e  
su l . i ide form ( p y r r b t i t e )  i i i t h i n  :he f i r s t  f i f t e e n  t o  twenty minutes o f  r e a c t i o n .  
Based on tlicse o h e r v a t i o n s ,  t o  f u r t h e r  examine the p r a c t i c a l i t y  of coal  m i n e r a l  
c a t a l y s i s ,  a s e r i e s  o f  experiments was performed t o  a s c e r t a i n  uhether the acce- 
l e r a t i o n  of t h e  HDS r a t e  i n  t h e  Presence o f  i r o n  was predominantly thernodynaniic 
o r  C a t a l y t i c  i n  nature.  I t  i s  pass ib le  t h a t  i r o n ,  by removing 1425. promotes HDS 
by Le C h a t e l i e r ' s  p r i n c i p l e ,  o r  simply prevents  the  I($ from reducing the 
a c t i v i t y  o f  c a t i l y t i c  s u l f i d e s  by p r e f e r e n t i a l  adsorption. 

c a t a l y s t s .  The r a t e  data 

Of p a r t i c - i a r  i n t e r e s t  vias  t h e  observat ion :hat i t 1  t h e  presence of reduced 

s l u r r y  i o  the r e a c t o r / d i s s o l v e r  i n  t k e  S?L PI'OCCSS 
s ~ ~ ; l ~ r - c o n : a i n i r , g  con;??unds; :hi01 s .  d i s u l f i d e s .  

s u l f i d e s ,  t h i o l e t l i e r s .  y- th iopyrone,  thiopl ienes, dijinzoltiioi.l;cne;, and o t h e r  
h e t e r o c y c l i c  s u i f u r  compounds. 11; general,  t h i o l s ,  d i s u l f i d e s ,  su l f ides,  
t l i i u l c t h e r s ,  an5 y - t h i o p y i - a x  a ery  r e a c t i v e  - undergoing t,ydrcgenolysis 
a t  a n  apprec iah ic  raze, forpiinc: a!i$ ti:jdrogclia:ed co:rpounds, w i  Lhout t!i? 
a i d  o f  a catrllyj:: ~ i i c r e a r ,  l i e t  y c l i c  s u l f u r  crr:pounds are 6:uch l e s s  r'cac- 
t i v e  - r c q i r i r i i i 3  a c a t a l y s t  t o  *vi. an a c c e p k h l e  tic8 r a t e .  As a r e s u l t  
o r  the l a r g e  di:ferencr i n  reac t y  g f  .these tv;a yroups of s u l f u r - c o n t a i n i n g  
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compounds and to  simplify ana lys i s ,  the HDS reactions involving individual 
compounds i n  each of these two groups sometimes a r e  lumped together;  and HDS 
of a coa l /o i l  s lu r ry  i s  often treated as  i f  there were only two reac t ive  
compounds (3 ,4) .  

I n  addition to  HDS reactions,  under reaction conditions used in the  SRC 
process, hydrocracking ( i  . e . ,  breaking of C-C bonds) and hydrogenation reac t ions  
a l so  occur. I t  i s  by means of these reactions - par t i cu la r ly  cracking reac t ions  - 
t h a t  coal so l ids  a re  converted in to  lower molecular weight components t ha t  a r e  
soluble in SRC process solvent,  allowing removal of entrained mineral matter by 
subsequent physical separation methods. These reactions take on importance, other 
t h a n  l iquefaction of coal so l id s ,  by consuming hydrogen in the  process without 
removing su l fur .  Only tha t  amount of hydrogenation, or cracking, required t o  
l iquefy coal so l ids  and allow mineral matter removal i s  des i red .  Any excess 
hydrogenation beyond t h i s  amount, such as i n  the  formation of C1 - C4 gases, 
e t c . ,  r e su l t s  in ine f f i c i en t  use of hydrogen, thus higher operating costs.  This 
should be avoided as  much as  possible.  Actually SRC product.contains a s l i g h t l y  
lower hydrogenlcarbon r a t i o  ( H / C  = 0.75)  t h a n  the feed coal i t s e l f  ( H / C  = 0 . 8 ) .  
Furthermore, the  stoichiometric amount of hydrogen required so le ly  f o r  removal 
of an acceptable amount of su l fur  as  H2S i n  the  SRC process i s  an order-of- 
magnitude l e s s  t h a n  the  to t a l  amount of hydrogen cur ren t ly  consumed (two weight 
per cent of MAF coal feed) a t  the Wilsonville, Alabama, and the  Tacoma, Washing- 
ton, SRC p i lo t  plants.  Excess hydrogenation therefore  accounts f o r  most of t he  
hydrogen consumed in producing solvent refined coal.  

The r a t e  of noncatalytic (except fo r  mineral matter)  HDS, unlike t h a t  of 
hydrogenation, appears t o  be r e l a t ive ly  insens i t ive  t o  hydrogen concentration, 
i n  the  form of e i the r  dissolved molecular hydrogen o r  readi ly  t ransferab le  hydro- 
gen such a s  t h a t  attached t o  donor species ( e .g . ,  t e t r a l i n )  contained in the 
process solvent. Variation, f o r  example, in i n i t i a l  hydrogen par t ia l  pressure 
from 1000 t o  2600 psig a t  reaction temperature had no s ign i f i can t  e f f e c t  on the 
f ina l  organic su l fu r  content of a coal/creosote-oil  reaction mixture, even a f t e r  
two hours o f  reaction (Table 1 ) .  Also, a s  shown in Table 2 ,  the  reduction in to ta l  
su l fur  content of the coal was e s sen t i a l ly  the  same a f t e r  f i f t e e n  minutes of 
reaction when s lur r ied  with creosote o i l  - which contained only t r a c e  amounts 
of t e t r a l i n  and other known hydrogen-donor species - as when s lu r r i ed  with pre- 
hydrogenated creosote o i l  - which, l i ke  the  SRC recycle o i l  used, contained s ign i -  
f i c a n t  amounts of t e t r a l i n  and 9,lO dihydrophenanthrene. 
on the other h a n d ,  was s ign i f icant ly  higher when the coal was extracted in prehydro- 
genated creosote o i l .  
soluble yield was almost twice t h a t  obtained when the  coal was extracted with untrez. 
ted o i l .  
r e l a t i v e  in sens i t i v i ty  of HDS t o  hydrogen concentration i s  fur ther  evidenced i n  
t h a t  t h e  cresol-soluble y ie ld  was s ign i f i can t ly  higher when the coal was reacted in 
an i n i t i a l  2000 psi hydrogen atmosphere, both when s lu r r i ed  with creosote o i l  and 
a l so  when s lur r ied  with pre-hydrogenated creosote o i l .  Also, solvent-to-coal r a t i o -  
had no s igni f icant  e f f ec t  on IHDS.rate r e l a t i v e  t o  t h a t  of l iquefac t ion  (Table 3 ) .  

dissolved molecular hydrogen with the donor solvent,  with the  t r ans fe r  of hydrogen 
from the  donor solvent to  coal so l ids  occurring rapidly (1 ,Z) .  In f a c t ,  when 
extracted in a highly ac t ive  h en donor solvent such as  hydrogenated creosote 
o i l ,  coal so l ids  have bee;) obs 
reaction teinperature ( 1 ) .  Th:r e observed s e n s i t i v i t y  of the r a t e  of l ique- 
f a c t i  o n  t o  hydrogen concentrat  Furthermore, a s  long as 
solvent qua l i ty  ( i . e . ,  a su f f i  
tained - which can be done independently by hydrogenating the  recycled process 

The r a t e  of l iquefac t ion ,  

When reacted in a n  i ne r t  nitrogen atmosphere, the  c reso l -  

The high sens i t i v i ty  of the r a t e  of l iquefac t ion ,  as opposed t o  the 

The r a t e  l imi t ing  s tep  in l iquefaction has been shown t o  be the reaction of  

t o  l iquefy almost instantaneously upon reaching 

hould be expected. 
l y  high hydrogen-donor concentration) i s  main- 
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s o l v e n t  a s  is  done i n  t h e  Exxon process - w i t h  l i q u e f a c t i o n  o c c u r r i n g  a lmost  
i n s t a n t l y ,  
o f  the d i s s o l v e r / r e a c t o r .  HDS k i n e t i c s  thus  t a k e  on a spec ia l  impor tance f o r  t h e  
commerc ia l i za t i on  and development o f  t he  SRC process.  

Coal M ine ra l  C a t a l y s i s  

of coal  m ine ra l  c a t a l y s i s  was presented i n  an e a r l i e r  work ( 5 ) .  
t h i s  eva lua t i on ,  t w e l v e  d i f f e r e n t  coa l  m i n e r a l s  and, a l so ,  a c t u a l  SRC minera l  
res idue  a s  w e l l  as coa l  ash were i n d i v i d u a l l y  screened t o  r a t e  t h e i r  c a t a l y t i c  
a c t i v i t y  on t h e  HDS r a t e  and hydrogenat ion o f  c reoso te  o i l  r e l a t i v e  t o  t h a t  o f  
a commercial Co-Mo-A1 c a t a l y s t .  Some r e s u l t s  o f  t h i s  e a r l i e r  work a r e  g i ven  
i n  Table 4 and i n  F igu res  1 and 2.  Reduced i r o n ,  reduced p y r i t e  (presuinably 
p y r r h o t i t e ) ,  and p y r i t e  had decreas ing e f f e c t s  on s u l f u r  removal d u r i n g  hydrogena- 
tion/hydrodesulfurization o f  c reoso te  o i l  a t  425oC, wi th reduced i r o n  being 
second o n l y  t o  Co-Mo-A1 i n  c a t a l y t i c  a c t i v i t y  f o r  HDS and w i t h  p y r i t e ,  desp i te  
i t s  pronounced e f f e c t  on hydrogenat ion,  hav ing e s s e n t i a l l y  no apparent  c a t a l y t i c  
a c t i v i t y  f o r  HDS. The r e l a t i v e l y  i n s i g n i f i c a n t  e f f e c t  o f  p y r i t e  on HDS r a t e  
was f u r t h e r  evidenced i n  t h a t  t h e  r a t e  o f  o rgan ic  s u l f u r  removal f rom coa l  
s l u r r i e d  i n  c reoso te  o i l  remained e s s e n t i a l l y  t h e  same even a f t e r  about  
seven ty - f i ve  per  c e n t  o f  i t s  p y r i t i c  c o n t e n t  had been removed p h y s i c a l l y  by 
magnetic s e p a r a t i o n  p r i o r  t o  r e a c t i o n  ( F i g u r e  3 ) .  Reduced i r o n ,  on t h e  o the r  
hand, was found t o  have a s i g n i f i c a n t  e f f e c t  on HDS r e a c t i o n s  when p resen t  iii 
o n l y  t r a c e  amounts (Tab le  5 ) .  

The s t a b l e  fo rm o f  i r o n  i n  t h e  presence o f  hydrogen and hydrogen s u l f i d e  
i n  the  temperature range o f  400 t o  500°C i s  p y r r h o t i t e  (6 ,7 ) .  
F igu re  4, p y r i t e  i s  reduced t o  t h e  s u l f i d e  (presumably p y r r h o t i t e )  w i t h i n  about 
f i f t e e n  minutes o f  r e a c t i o n  a t  4 2 5 O C .  
has a l s o  been observed t o  occur  i n  t h e  d i s s o l v e r / r e a c t o r  a t  t he  W i l s o n v i l l e  SRC 
p i l b t  p l a n t  (8) .  H2S p roduc t  f rom t h e  r e d u c t i o n  o f  p y r i t e  i s  t hus  generated 
i n  the  e a r l y  stages o f  HDS. H2S i s  known t o  i n h i b i t  c a t a l y t i c  HDS o f  pet ro leum 
feedstocks;  thus,  s i n c e  some o f  t h e  same s u l f u r - c o n t a i n i n g  components i n  
petroleum feedstocks e x i s t  a l s o  i n  c o a l / o i l  s l u r r i e s ,  H2S may i n h i b i t  HDS of c o a l /  
o i l  s l u r r i e s ,  o r  p o s s i b l y  r e a c t  w i t h  p r e v i o u s l y  d e s u l f u r i z e d  components. Therefore,  
s i n c e  reduced i r o n  a c t s  a s  an H2S scavenger, i n s t e a d  o f  an H2S producer  as does 
p y r i t e ,  one p o s s i b l e  reason f o r  t h e  d i f f e r e n c e s  i n  c a t a l y t i c  a c t i v i t i e s  of 
reduced i r o n ,  reduced p y r i t e ,  and p y r i t e  c o u l d  be t h e  d i f f e r e n t  amounts o f  H2S 
p resen t  d u r i n g  HDS as i s  shown i n  Table 4. I n  f a c t ,  t he  H2S p a r t i a l  pressure 
was increased by a magnitude o f  two t o  t h r e e  by t h e  r e d u c t i o n  o f  p y r i t e ;  whereas 
no t raceab le  amount o f  H2S p roduc t  was p resen t  d u r i n g  t h e  reduced i r o n  r u n .  
when d i f f e r e n t  we igh t  percentages o f  i r o n  were charged w i t h  c reoso te  o i l  (Table 51, 
no H2S p roduc t  was d e t e c t e d  u n t i l  l e s s  than  one p e r  cen t  by we igh t  o f  i r o n  
was present .  
centages (2 .4  t o  20b), t h e  amount o f  s u l f u r  removed d u r i n g  r e a c t i o n  was o n l y  
s l i g h t l y  d i f f e r e n t ,  and when present  i n  l ower  percentages (1 .0  t o  0 . 5 % ) ,  i t  
decreased i n  p r o p o r t i o n  t o  t h e  amount o f  i r o n  p resen t ,  w i t h  t r a c e  amounts of 
i r o n  being as e f f e c t i v e  a s  0:5 we igh t  pe rcen t .  The r e t a r d i n g  e f f e c t  o f  H2S on HDS 
i S  f u r t h e r  evidenced i n  t h a t  when H2S was added p r i o r  t o  r e a c t i o n  t h e  amount of 
s u l f u r  removed was less d u r i n g  hydrogenationlHDS o f  both a b i tuminous Kentucky 
No. 9/14 m i x t u r e  coa l  and a sub-bituminous (Wyodak) coal  (Table 1 0 ) .  

When i r o n  gauze was used t o  scrub o u t  any H2S p roduc t  formed d u r i n g  hydro- 
d e s u l f u r i z a t i o n  of c r e o s o t e  o i l ,  w h i l e  be ing inounted i n  t h e  top  o f  t he  r e a c t o r  
above the  o i l ,  t h e  amount o f  s u l f u r  removal was about  20% h igher  than  t h a t  obta ined 
w i t h o u t  any scavenger agents present ;  t h a t  i s ,  t h e  f i n a l  s u l f u r  c o n t e n t  o f  t he  o i l  
was 0.391 as opposed t o  0.50%, a decrease e q u i v a l e n t  t o  t h a t  ob ta ined  when one 

HDS should be t h e  c o n t r o l l i n g  f a c t o r  i n  t h e  des ign  and o p e r a t i o n  

A l i m i t e d  exper imenta l  e v a l u a t i o n  o f  process advantages and disadvantages 
As p a r t  o f  

As  shonn i n  

Rapid r e d u c t i o n  o f  p y r i t e  coa l  m ine ra l s  

Also,  

I n t e r e s t i n g l y  enough, when i r o n  was p resen t  i n  h i g h e r  weight  per-  
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weight percent of iron was present. 
e f f ec t  on HDS as  might be expected from thermodynamics. 

When f i v e  weight percent iron a n d  a su f f i c i en t  amount of H2S ( t o  prevent i t s  
complete removal by reac t ion)  were present during HDS of creosote o i l ,  the amount 
of su l fur  retiioval was only the same a s  t h a t  when e i the r  a t r ace  amount or a 
half weight percent of iron was present (Table 5 ) .  
effectiveness of iron su l f ide  as a ca t a lys t ,  with t race  amounts of i r o n  su l f ide  
having a b o u t  the  same ca t a ly t i c  e f f ec t  on HDS r a t e s  a s  la rger  amounts when 
a n  appreciable H S atmosphere ex is t s .  
on the  HDS react?ons; however, the sever i ty  of i t s  ca t a ly t i c  inh ib i t ion  e f f ec t  
i s  n o t  comp1ete;y defined. 

In summary then, reduced iron appears t o  favor HDS by scavenging H2S product, 
preventing any reverse reactions and by catalyzing HDS reactions.  Unfortunately, 
as shown in Table 6,  reduced i ron ,  l i k e  most HDS c a t a l y s t s ,  a l so  acce lera tes  hydro- 
genation; as a r e su l t  i t s  use as  a c a t a l y t i c  agent in the  SRC process could con- 
t r i b u t e  t o  excess hydrogenation. Because of i t s  potential  a s  an  inexpensive HDS 
ca t a lys t ,  however, fur ther  experiments a re  now in progress t o  be t t e r  evaluate 
i t s  ro l e  in accelerating HDS reactions and i t s  se l ec t iv i ty  f o r  HDS versus hydro- 
genat i on. 

Apparently then, H2S does have a retarding 

Apparently H2S r e t a rds  the  

Since H2S does have a thermodynamic e f f ec t  

Hydrodesulfurization Kinetics in the SRC Process 
As shown in Fioure 5. the var ia t ion  of oraanic su l fu r  content of a coal/  

creosote-oil reactiGn mixture with time follow; a path c lose  t o  t h a t  expected 
fo r  an overdamped second order dependence of r a t e  on organic su l fur  content.  This 
kinetic behavior i s  cons is ten t  with the  basic nature of HDS reactions as  described 
in the foregoing discussion, in t h a t  i t  can be modelled by considerin9 the  reaction 
mixture t o  contain only two hypothetical sulfur-containing compounds with 
s ign i f icant ly  d i f f e ren t  r a t e  constants.  The desul fur iza t ion  reaction of each of tihe 
two hypothetical components i s  assumed t o  follow f i r s t -o rde r  k ine t ics .  
a s  t o  whether t h i s  assumed kinetic model i s  representa t ive  i s  the  d i f fe rence  in 
magnitude of the  experimental r a t e  cons tan ts ,  fo r  the  actual two groups of lumped 
su l fur  components a r e  known t o  reac t  a t  two widely d i f f e r ing  r a t e s .  The l a rge  
difference in slope of the  two l i nes  in Figure 6 ind ica tes  t h a t  the  experimental 
r a t e  constants a re  indeed s igni f icant ly  d i f f e r e n t ,  a t t e s t ing  tha t  the model i s  
representative.  

The high sens i t i v i ty  of HDS r a t e  to  reaction temperature and i t s  low sensi-  
t i v i t y  t o  hydrogen concentration suggested tha t  the HDS reactions were chemically 
controlled and pseudo-homogeneous k ine t ics  were thus used in modeling. Further- 
more, since the retarding e f f ec t  of H2S and the ca t a ly t i c  e f f e c t  of pyr i te  coal 
minerals apparently e i the r  o f f s e t  each other or e x i s t  t o  such an ex ten t  

t ha t  the e f f ec t  on HDS r a t e  i s  ins igni f icant  - as  a f i r s t -hand  approximation-no 
kinetic terms were used t o  represent the reverse reaction by H2S product. 
eauation was thus writ ten a s :  

A t e s t  

The r a t e  

where: 
form of the two hypothetical sulfur-containing components, respectively.  For a 
batch reac tor ,  

S i ,  and S 2  a r e  the organic su l fu r  concentration (g /cc)  present in the  

-Klt -K2t  
s = sloe + sZ0e 
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The a d j u s t a b l e  parameters  51 Sq. I:] and K2 were de te rmined  e m p i r i c a l l y .  u s i n g  
a nonl i11?3r minim;a s u m - o f - t f ~ - s ~ s J r r : s  ti:imericat s e a r c h  r c u t i n e .  
r e l a t i o n s h i p  was a s s u w d ,  and r a t e  d a t a  f o r  three d i f f e r e n t  r e a c t i o n  ten:Jeratures 
were USCJ i n  deterininit ig cmpir ica l  v a l u e s  f o r  t h e  foul. a d j 2 s t a b l c  p a r a s e t e r s .  A 
l i s t  o f  t l i r se  v a l u e s  i s  !!ivcn i n  Table 7 ;  and a coolparison be tccen  p r e d i c t e d  HDS 
p a t h s  and r a t e  d a t a  is r.izde i n  F ipure  5 ,  showing good ayi-cement. 
I r r h c n i u s  p l o t s  of t h e  e a p i r i c a l  r d t e  c o e f f i c i e n t s  arc! g iven  i n  f i g u r e  6. The 
r a t e  c o a f f i c i e n t s  f o r  t h e  two hypot t ie t ica l  c o w m e n t s  d i f f e r  by tin o r d e r s  of 
magnitudc (Table  8). in c o n s i s t e n c y  w i t h  t h e  l a r g e  d i f f e r e n c e  i n  slopes o f  t h e  
two s t r a i g h t  l i n e s  i n  FiGurc 6 .  I n  a d d i t i o n .  t h e  h igh  a c t i v a t i o n  energy  (Table  S) 
f o r  t!ie r e a c t i v e  sulfut--con:ainin3 co!nponent p r w i d e s  f u r t h e r  ev idence  t h a t  the 
d e s u l f u r i z a t i o n  r e a c t i o n s  a r e  c t i c n i c a l l y ,  I -a thr r  than  t:iass t r a n s f e r  c o n t r o l l e d .  
l lotc t h a t  t h e r e  i s  no c a t a l y s t  p r e s e n t ,  except  f o r  t h e  ind igenous  c o a l  minera l  
n a t t e r .  F i n a l l y ,  a s  s h v m  i n  Table 9. Ltie e n e r g i e s  and e n t h a l p i e s  o f  a c t i v a t i o n  
a r e  i n d i c a t i v e  o f  chemical r a t e  processes ,  r a t h e r  than  t r a i l s p o r t  p r o c e s s e s .  The 
high a c t i v a t i o n  e n w g y  and low ent ropy  o f  a c t i v a t i o n  f o r  t h e  f a s t  r c a c t i o n  a r e  
i n d i c a t i v e  o f  a tionogeneous r e a c t i o n ;  tile lower v a l u e s  f o r  t h e  slow r e a c t i o n  
i n d i c a t e  a p o s s i b l e  c a t a l y t i c  e f f e c t ,  perhaps due  t o  coa l  mineral  m a t t e r .  Here 
a g a i n ,  however. s i n c e  t h e  e x a c t  r e z c t i o n  mechanism i s  unknown, one must e x e r c i s e  
c a u t i o n  when a t t a c h i n g  s i g n i f i c a n c e  t o  t h e s e  numerical  v a l u e s .  

Conclus ions  

SRC p r o c e s s ,  a t  a r a t e  :hat i s  p r a c t i c a l l y  independent of hydrogen c o n c e n t r a t i o n .  
Reduced i r o n  has a c a t a l y t i c  a f f e c t  on 1:OS r e a c t i o n s ;  i n  f a c t ,  i t  e x h i b i t s  a 
s i g n i f i c a n t  n.emory e f f e c t .  Eecauze o f  a d d i t i o n a l  ti$ product ,  p y r i t e  has o n l y  
a s l i g h t  c a t a l y t i c  e f f e c t  on HDS r i a c t i o n s .  
by HpS product  i s  due t o  c a t a l y t i c  i l i i i ibiLion a s  wel l  a s  tliei-motiynaniic i - f f x t s .  
IDS r e a c t i o n s  can be siodelcd 2s t : ~ o  f i r s t - o r d e r  r e a c t i o n s  o c c u r r i n g  i n  p a r a l l e l ,  
w i t h  two widely  d i f f e r e n t  r a t e  c o n s t a n t s .  

The Arrhenius  

Also, the  

____. 
H y d r o d e s u l f u r i z a t i o n  r e a c t i o n s  o c c u r ,  under r e a c t i o n  c o n d i t i o n s  used i n  the 

Tnc r e t a r d a t i o n  o f  HDS r e a c t i o n s  
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Table 6: C m p r i r o n  of Hydrogenation and Hy4roderul fur izdt ion 

of  Creosote o i l  in  the Presence o f  ~ r o n  Catalyst 

(Hlfiol AYG ( s F / S O ) n v c  -__ 
0 0.80 0.78 

0.5 0.71 0.€3 

1 .o 0.74 0.62 

2.4 0.74 0.58 

13.0 0.69 0.58 

20.0 0.64 0.52 

1.1 ___-  0.55 

Table 7 

Hgdrode~ul furi:Jllon Hodel Fara'cters 

Table 8 

lrrheniur  Constants 

'n K10 27.11 

In $0 7.417 

&E1 40.78 

&E2 18.99 

mh-1 

iDin-1 

tca1 

kcal 

Table 9 

Ca~par l ron  o f  Ererpics. Lslhalpiei .  and inl rupies  

of Activation O f  Hydrodetulfurilblion with h t i  

for  1:ydrodcrulfurizrtion o f  Coal Tar over 152 Ca:aljst.* 

ti35 beel 
Foal 

Retction 1 Reaction 2 & a r *  

hE 40.7 18.9 11 kca l /mle  

AH 39.2 15.8 9 ktal/lru1e 

AS -16.8 -53.2 -50 E.U. 

' 5 .  A. Qvacer. W .  H. Wiser. 6. R. Hill 

__-. I .  II I . C .  F m I c s s  rer icn and Gevclorent  

Yol. 7. L. 3. 395, July. 1968 

Table 10: Effect o f  H2S on Ra:e of I;ydrcdcrulfuriration 

o f  Ken:uckj ahd i 'pdak Coals 

Solvent Solvent-to-Coal Cresol ScI>>Ie ~ o t a l  1 Sulfur  t sulfur I Sulfur 
AL-osn>.:-e cD.1~ A r c  Ratio ) i c l d  (:.! Oeforr A i t w  LIquld Fraction 50116 F r a c t i m  

H2 Wpddk RCCyCle 3:l 76.0 0.52 0.61 0.35 1.15 

Ht + vis Wy@dat Recycle 1:l 76.8 0.52 0.72 0.62 2.01 

Hz Kentucky Recycle 2:) 8G.4 1.10 0.80 0.52 2.86 

n2 + H ~ S  Kentucky Recycle 2:l 88.9 1.10 0.98 0.63 3.Y) 

9/11 

9/14 
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Figure 3. Effect of Demineralizing Coal Feed and Slurrying Coal 
Feed w i t h  blater on Conversion 
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PREPARATIVE GPC SEPARATIONS OF SOLVENT REFINED COALS. W .  M .  Coleman, 
D. L .  Wooton, H .  C .  Dorn and L .  T .  T a y l o r ,  Department 04 me- 

V i r g i n i a  P o l y t e c h n i c  I n s t i t u t e  and S t a t e  U n i v e r s i t y ;  Blacksburg ,  V i r g i n i a  
24061 

A p r e p a r a t i v e  q u a n t i t a t i v e  s e p a r a t i o n  of  t h e  THF s o l u b l e  p o r t i o n  of 
s e v e r a l  s o l v e n t  r e f i n e d  c o a l s  ( P i t t s b u r g  #8, Amax, e t c . )  h a s  been demon- 
s t r a t e d  employing g e l  permeat ion chromatographic  t e c h n i q u e s  u t i l i z i n g  
t h r e e  column p a c k i n g s :  (1) a s t y r e n e - d i v i n y l  benzene packing  (BioBeads 
S - X 4 ) ,  ( 2 )  a c r o s s  l i n k e d  poly(N-acr$loylmorpholine) polymer (Enzacry l  Gel 
K l ) ,  and ( 3 )  a modi f ied  a l k y l a t e d  d e x t r a n  (Sephadex LII-20) .  Each packing  
m a t e r i a l  w i l l  be e v a l u a t e d  based on t h e  e x t e n t  and t i m e  of  s e p a r a t i o n  as 
w e l l  a s  t h e  cost of mater ia ls .  F r a c t i o n a l  weight  d i s t r i b u t i o n s  w i t h i n  
each  SRC s e p a r a t i o n  a r e  de te rmined  and t h e i r  average  molecular  w e i g h t s  
compared. Weight d i s t r i b u t i o n s  f o r  common f r a c t i o n s  of d i f f e r e n t  SRC 

I s o l i d  p r o d u c t s  d e r i v e d  from v a r i o u s  f e e d  c o a l s  w i l l  a l s o  b e  d i s c u s s e d .  
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MINOR AND TRACE METAL ANALYSIS OF SOLVENT REFINED COALS BY FLAMELESS ATOMIC ABSORP- 
T I O N .  W. M .  Coleman, P. Szabo, D .  L. Wooton, H .  C. Dorn, L .  T. Taylor ,  Department 

of Chemistry, V i r g i n i a  Poly technic  I n s t i t u t e  and S t a t e  Univers i ty ,  Blacksburg,  VA. 24061. 

Several  s o l v e n t  r e f i n e d  c o a l s  d i f f e r i n g  in t h e  raw feed  c o a l  used,  t h e i r  THF i n s o l -  
u b l e  f r a c t i o n ,  t h e i r  THF s o l u b l e  f r a c t i o n  and t h e i r  s i z e d  sepafa ted  f r a c t i o n s  have been 
analyzed for  twelve m e t a l l i c  elements (Mg, A l ,  K ,  Cr, Mn, Fe, Co, N i ,  Cu, Zn, C1, Pb) v i a  
f l a m e l e s s  atomic a b s o r p t i o n  spectroscopy.  P r i o r  t o  a n a l y s i s  each sample was wet ashed 
wi th  equal  q u a n t i t i e s  of concent ra ted  H SO Matr ix  e f f e c t s  were compen- 
s a t e d  f o r  by t h e  method of s tandard  add?t i%ns  and deugerium a r c  background c o r r e c t i o n .  
Metal a n a l y s i s  o n  a Nat iona l  Bureau of Standards Coal employing the  same ash ing  and 
a n a l y s i s  scheme were determined and compared wi th  c e r t i f i e d  va lues .  

and 30% H 02:  

a 
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AGING CHARACTERISTICS OF COAL L I Q U I D S  

Fred S. Karn, Fred R. Brown, A. G .  Sharkey, Jr .  

ERDA, 4 8 0 0  Forbes Avenue, P i t t s b u r g h ,  PA 15213 

INTRODUCTION 

Mater ia l s  handl ing and s t o r a g e  is a n  important  p a r t  of any chemical process .  
SYNTHOIL process  (l), which conver t s  c o a l  t o  a low-ash, low-sulfur  f u e l  o i l ,  re- 
q u i r e s  c a r e f u l  s t o r a g e  t o  c o n t r o l  t h e  v i s c o s i t y  of t h e  product .  
t h i s  process  r e q u i r e s  a l i g h t  hydrogenat ion of c o a l ,  and t h e r e f o r e  any chemical 
changes during s t o r a g e  t h a t  may i n c r e a s e  t h e  v i s c o s i t y  of t h e  product  t o  a l e v e l  
a t  which i t  becomes a handl ing  problem must be avoided.  
cedures  can be determined by labora tory  s t u d i e s .  
b r i e f  resume of t h e  changes i n  v i s c o s i t y  of SYNTHOIL samples dur ing  ambient 
s t o r a g e  f o r  t i m e s  up t o  120 days. The p r e s e n t  r e p o r t ,  a l s o  based on v i s c o s i t y  
measurements, covers  a v a r i e t y  of  s t o r a g e  condi t ions  which inc lude  s t o r a g e  tem- 
p e r a t u r e s  of 30"-61"C, atmospheres of n i t r o g e n ,  a i r  and oxygen, bo th  s t i r r e d  and 
u n s t i r r e d  samples and ambient l i g h t  v e r s u s  darkness .  
samples based on chemical and ins t rumenta l  ana lyses  w i l l  be r e p o r t e d .  

The 

The economics of 

Recommended handl ing pro- 
Previous  s t u d i e s  (2 ,3)  g i v e  a 

Fur ther  s t u d i e s  of  these  

EXPERIMENTAL 

Aging tests were made on t h r e e  c o a l  l i q u i d s  from SYNTHOIL run  FB-53. 
w a s  made wi th  a W e s t  V i r g i n i a  c o a l ,  ( P i t t s b u r g h  Seam, hvAb) and opera ted  a t  4000  
p s i g  H 2  and 450°C. P e l l e t e d  COO-MOO -Si02-A120 c a t a l y s t  w a s  used i n  t h e  r e a c t o r .  
The samples i n v e s t i g a t e d  were from Batches 1, Z ? ,  and 50 which were obta ined  a f t e r  
4 ,  8 4 ,  and 200 hours ,  r e s p e c t i v e l y ,  of o p e r a t i o n  of t h e  c o a l  l i q u e f a c t i o n  r e a c t o r .  

The most comprehensive ag ing  t e s t s  were made on t h e  Batch 1 sample. 
i n i t i a l  v i s c o s i t y  measurement, a 200 m l  sample of t h i s  ba tch  w a s  t r a n s f e r r e d  t o  
each of f i f t e e n  o n e - l i t e r  conta iners .  Each sample w a s  s imultaneously connected 
t o  t h e  aging appara tus  and t h e r e  subjec ted  t o  a p a r t i c u l a r  combination of t h e  
aging f a c t o r s .  
and v i s c o s i t y  measurements made. A l l  v i s c o s i t y  measurements w e r e  made with a 
Brookfield viscometer  which permit ted measurements a t  var ious  temperatures .  Thus, 
v i s c o s i t y  measurements were made a t  two temperatures ,  3OoC and 61"C, by c i rcu-  
l a t i n g  water from t h e  ag ing  ba ths  through t h e  h e a t i n g  j a c k e t  of t h e  viscometer .  

S i m i l a r ,  though less extens ive ,  aging tests were performed on samples from Batches 
21  and 50 from run  FB-53. Data accumulat ion-was l i m i t e d  because of t h e  h igh  i n i -  
t i a l  v i s c o s i t i e s  of t h e s e  samples and t h e i r  r a p i d  r a t e  of change. 

Run FB-53 

3 

Af te r  an 

P e r i o d i c a l l y  -10 g samples were removed from t h e  aging c o n t a i n e r s  

RESULTS AND DISCUSSION 

The r e s u l t s  of t h e  ag ing  tes ts  are presented i n  F igures  1-3. The graphs repre-  
s e n t  t h e  change i n  v i s c o s i t y  t h a t  occurs  wi th  aging t i m e ;  i n f r a r e d  s p e c t r a  i n  
t h e  f i g u r e s  were obta ined  on t h i n  f i l m s  of  r e p r e s e n t a t i v e  samples. 

F igure  1 shows t h e  changes i n  v i s c o s i t y  t h a t  occur  when Batch 1 samples a r e  
s t o r e d  a t  61"C, s t i r r e d ,  exposed t o  l i g h t  and subjec ted  t o  one of t h e  t h r e e  

227 



test gases ,  oxygen, a i r  o r  n i t r o g e n .  I n  t h i s  and a l l  subsequent f i g u r e s ,  expo- 
s u r e  t o  oxygen had t h e  most pronounced impact upon t h e  increase  i n  v i s c o s i t y ;  
exposure to  a i r  had t h e  next  s t r o n g e s t  impact. A small change was noted f o r  
t h e  samples exposed t o  n i t r o g e n .  Also inc luded  i n  F igure  1 are t h e  r e s u l t s  f o r  
Batch 5 0  samples aged a t  t h e  same condi t ions ,  i . e . ,  61°C, exposed t o  l i g h t  and 
exposed t o  oxygen, a i r  o r  n i t rogen .  A s  t h e  f i g u r e  shows, t h e  i n i t i a l  v i s c o s i t y  
of these  samples i s  much g r e a t e r  than  t h a t  f o r  Batch 1 which was obtained e a r l y  
i n  the run. The much more r a p i d  i n c r e a s e  i n  v i s c o s i t y  o f  t h e s e  Batch 50 samples 
confirms previous work ( 2 ) .  

The most s i g n i f i c a n t  v i s c o s i t y  i n c r e a s e s  occurred i n  samples exposed t o  oxygen. 
Hydrocarbon o x i d a t i o n  i s  confirmed by t h e  i n f r a r e d  s p e c t r a  shown i n  F igure  2. 
The spectrum obta ined  from t h e  f resh-  e a c t o r  o i l  and s p e c t r a  from o i l s  exposed 
t o  d i f f e r e n t  gases  d i f f e r  a t  1690 cm ' which has  been assigned t o  carbonyls  
t h a t  have been formed dur ing  aging.  That t h e  formation of t h i s  band i s  pro- 
g r e s s i v e  (cont inues throughout  t h e  aging process)  can be shown by t h e  gradual  
increase  of t h e  carbonyl  absorp t ion .  There a r e  many ways i n  which t h i s  l i g h t  
ox ida t ion  of SYNTHOIL may cause  t h e  observed v i s c o s i t y  increase .  
of carbonyls  r e p r e s e n t s  a small i n c r e a s e  i n  molecular  weight. Carbonyls might 
combine wi th  phenols as hydrogen bonded molecules  or  as polymers, o r  ox ida t ion  
may proceed by way of peroxide formation and a f r e e - r a d i c a l  mechanism. The 
u l t imate  o b j e c t i v e  of t h i s  work is t h e  i d e n t i f i c a t i o n  of an a p p r o p r i a t e  mecha- 
nism and t h e  development of a n  i n h i b i t o r .  Lin ( 4 )  has  made some h e l p f u l  ob- 
s e r v a t i o n s .  

T h e  observed i n c r e a s e  i n  v i s c o s i t y  f o r  a sample s t o r e d  under n i t r o g e n  may be 
explained i n  s e v e r a l  ways. There may be a phys ica l  agglomerat ion s imi la r  t o  
t h e  c r y s t a l l i z a t i o n  o f  a s o l i d  from a superna tan t  l i q u i d .  There may be a 
chemical i n t e r a c t i o n  between t h e  a c i d i c  and b a s i c  components which are known 
to  be present  i n  SYNTHOIL ( 5 ) .  Fur ther ,  t h e r e  may be a v o l a t i l i z a t i o n  of t h e  
l i g h t e r  components under t h e  i n f l u e n c e  of h e a t  and s t i r r i n g .  V o l a t i l i t y  e f -  
f e c t s  w e r e  minimized by using a slow gas input  and covered c o n t a i n e r s .  

Figure 3 shows t h e  r e s u l t s  f o r  samples exposed t o  the  same gases ,  bu t  aged a t  
45OC. 
s u r e  g a s  as noted f o r  t h e  samples s t o r e d  a t  6 1 O C  i s  found; i . e . ,  oxygen > a i r  > 
ni t rogen .  Figure 3 a l s o  c o n t a i n s  d a t a  f o r  Batch 21  s t o r e d  a t  45°C.  A s  noted 
previous ly ,  these  r e s u l t s  show t h a t  f a s t e r  rates of i n c r e a s e  i n  v i s c o s i t y  occur 
f o r  samples wi th  h i g h e r  i n i t i a l  v i s c o s i t i e s .  

Viscos i ty  d a t a  were obta ined  a t  30°C f o r  t h e  n i n e  samples aged i n  t h e  t h r e e  gases 
and a t  t h r e e  tempera tures .  S i m i l a r  r e l a t i o n s h i p s  t o  t h o s e  found f o r  t h e  v i s c o s i t y  
measurements a t  61'C are apparent .  One d i s t i n c t i o n  is t h a t  t h e  changes noted for  
t h e  samples exposed t o  n i t r o g e n  and a i r  appear  more severe .  
due t o  t h e  s u b s t a n t i a l l y  h i g h e r  i n i t i a l  v i s c o s i t y  occasioned by t h e  lowering of 
t h e  temperature  a t  which t h e  v i s c o s i t i e s  were measured. An examination of t h e  
melt ing p o i n t s  of t y p i c a l  benzenoid molecules makes i t  apparent  t h a t  t h e r e  w i l l  
be wide v a r i a t i o n s  of v i s c o s i t y  with temperature .  

The e f f e c t s  of no t  s t i r r i n g  t h e  sample and not  exposing t h e  samples t o  ambient 
l i g h t  were observed. 
posed t o  e i t h e r  oxygen or  a i r  occurs  when t h e  p a r t i c u l a r  sample i s  not  s t i r r e d ;  
t h e  sample exposed t o  n i t r o g e n  shows no change. This  obviously i n d i c a t e s  t h a t  
s t i r r i n g  merely exposes  new sample c o n s t a n t l y  t o  t h e  oxygen i n  t h e  gaseous en- 
viranment; i . e . ,  t h e r e  i s  no i n t r i n s i c  e f f e c t  due t o  mechanical a g i t a t i o n  of 

The formation 

The same o r d e r i n g  of  increased  v i s c o s i t y  of  samples r e l a t i v e  t o  t h e  expo- 

T h i s  i s  undoubtedly 

A s i g n i f i c a n t  reduct ion  i n  t h e  ag ing  of t h e  samples ex- 



the sample. In addition, these results also indicate that the ambient light 
of the laboratory has essentially no impact on the aging properties of these 
samples. Further study of sunlight or other W sources would be necessary. 

Solvent separations made using the original sample, a sample after 35 days 
storage at 61°C under nitrogen, and a sample after 28 days storage at 61°C 
under oxygen gave the following data: 

Yield, Percent by Weight 
Oil Asphaltene Benzene I n s o l .  Ash 

Original 73 20 

N2 Storage 75 18 
O2 Storage 62 20 

7 3 

7 3 

18 3 

For this table Oil is defined as benzene soluble, pentane soluble materials and 
Asphaltene as benzene soluble, pentane insoluble materials. As the data indi- 
cate, no changes in component distribution occurred for the sample stored under 
N2, while the sample stored under O2 showed a decrease in oil and a corresponding 
increase in benzene insoluble materials. This increase in benzene insoluble 
material may indicate polymer formation. 

CONCLUSION 

These data provide'some insight into the effects of time, heat, light, mechanical 
agitation, and gaseous environment on SYNTHOIL aging. Further analyses underway 
include solvent and chromatographic separations and spectral identification of 
the aging products. These should help to establish a mechanism for aging and 
perhaps suggest inhibitors which will improve the storage characteristics of 
SYNTHOIL. 
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THE TOSCOAL PROCESS - PYROLYSIS OF WESTERN COALS 
AND LIGNITES FOR CHAR AND OIL PRODUCTION 

Mark T.  Atwood 
Bernard L. Schulman 

Tosco Corporation 
18200 West Highway 72 

Golden, Colorado 80401 

INTRODUCTION 

Western coals and lignites generally have high moisture and organic-bound 
oxygen contents compared to Eastern coa ls .  Arkansas lignites contain a s  much a s  
52% moisture ( l) ,  and Powder River subbituminous coals contain from '2 1 t o  30% 
moisture (2) . Pennsylvania bituminous and anthracitic coals contain only 3-6% 
moisture ( 3 ) .  To the extent that coal contains organically-bound oxyger., it has 
already been "burned" and its heating value has  suffered accordingly. The oxygen 
values of coals vary inversely with coal ranking. Anthracites contain about 3% 
oxygen, on a moisture anc! a s h  free bas i s .  Corresponding values for lignites are  
20-30% (4). 

The disadvantage of high oxygen and moisture contents in Western coals  is 
offset by their low sulfur contents ,  and large volumes of Western coals a re  being 
shipped t o  the East despi te  freight rates which a re  very high when calculated on a 
heating value basis .  

Any technique which effects select ive removal of moisture and combined 
oxygen, primarily a s  carbon dioxide and water, will be of interest unless the cos t  
is too high or an  offsetting quality disadvantage resul ts .  

Removal of moisture has  been widely discussed and examined (5,6,7). 
Lignites and subbituminous coals  have been dried on a very large sca le  (5) .  Ship- 
ment, handling and storage problems were circumvented, and successful utility burn- 
ing tests were run. While drying reduces shipping weight and increases the heating 
value of the solid f u e l ,  it does not produce oil and high Btu gas coproducts. 

Low temperature pyrolysis, i .e . ,  t o  8 0 0 - 9 0 0 9 ,  removes any moisture 
remaining after the usual preheating s teps  and,  more significantly, produces val- 
uable o i l  and gas products while eliminating much of the organically-bound carbon 
dioxide and water. Both carbon dioxide and water are  easi ly  removed, i f  desired,  
from the gaseous and liquid hydrocarbon products. 

The char product produced from low temperature carbonization can  be used 
a s  a utility boiler f u e l ,  potentially a s  the major component in the manufacture of 
formcoke and a s  a feedstock to  gasification which would make a synthesis gas  f ree  
of hydrocarbons and t a r s .  

The oil product may be used a s  a fuel oi l  and a s  a source of chemicals. It 
may be converted to  pitch binders for carbon and to  metallurgical coke. 

Previous reports have been given on the TOSCOAL process (8 .9 , lO).  Since 
these  initial reports, we have continued our development efforts and have successful ly  
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extended our pilot plant t e s t  work to  coals  having caking properties and have found 
the char t o  be a n  at t ract ive feed t o  gasification. 

DESCRIPTION OF THE TOSCOAL PROCESS 

Tosco Corporation has  investigated oil shale  retorting by the TOSCO I1 pro- 
cess a t  the  pilot plant and semi-works sca le  s ince the la te  1950's. Operations a t  
our 1,000 ton/day Parachute Creek semi-works were terminated by Tosco Corporation 
and its partners in 1972, after total expenditures of more than 50 million dollars. 
In 1969 and 1970 we were successful  in retorting subbituminous coal  in our 25-ton 
per day  o i l  shale  pilot plant located nearDenver,  without significant changes in 
process conditions normally designed for oil shale .  We have chosen the name 
TOSCOAL to designate the  process which involves the  application of our oil shale  
retorting technology to t h e  low temperature pyrolysis of coal. 

A diagram of t h e  TOSCOAL process i s  shown in Figure 1. Coal is fed t o  a 
surge hopper and dried and preheated by dilute phase fluid bed techniques. This 
s tep  may be modified, as required, t o  effect deagglomeration (decaking). The pre- 
heated feed is then transported to  a pyrolysis drum where it is contacted with heated 
ceramic bal ls .  The char  product leaves the  pyrolysis drum a t  800-1000°F, passes  
through the trommel screen and is subsequently cooled and sent  t o  storage. The 
cooled ceramic ba l l s ,  being larger than the coa l ,  pass  over the trommel screen 
into a separate compartment and are returned to  the ball heater by means of an  ele- 
vator. Pyrolysis vapors a re  condensed and fractionated. Uncondensed g a s ,  hav- 
ing a heating value of 500-1000 Btu/lb, may be utilized a s  a ball heater fuel or 
processed and sold af ter  sulfur removal. Removal of contained carbon dioxide 
would raise  the heating value of the g a s  to even higher levels .  

The TOSCO TI oil shale  process produces essentially 100% of the oi l  yield 
measured by Fischer a s s a y  or about 0 .8  barrel barrel of oi l  from a tcn of oi l  shale  
having a Fischer a s s a y  of 35 gal/ton. TOSCOAL processing of coal a l s o  produces 
about 100% of the  oil predicted by Fischer assay .  Subbituminous coals yield 0.3 to 
0.6 barrels of oil per ton  of raw coal. Oil  yields from bituminous coals  a re  greater. 

TOSCOAL processing offers several  advantages: 

1. The use  of a n  indirect heat source results in  the production oi 
gas having a high heating value.  

2 .  The process is continuous. 

3 .  The process operates with a high throughput of solid product per 
unit volume of retort and with good heat transfer and moderate mixing. 

4'. Pollution control is much better than for conventional coke ovens 
used in  high temperature carbonization. 

Previously reported pilot plant runs with a non-caking Wyoming subbitumin- 
ous coal  have now been augmented by successful  operations with coals  having 
Free Swelling Indices (FSI) of 1 and 3.5. Prior deagglomeration, by fluid bed 
treatment with steam and a i r ,  was needed before processing the coal having the 
FSI of 3.5. 
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W e  have used the  Tosco Material Balance Assay (TMBA) technique (11) to deter- 
mine a product s la te  and to provide sufficient product for property determinations. 
Data obtained provide a useful benchmark with which to compare pilot plant retort- 
ing results.  The TMBA procedure requires only 100 grams Of representative coa l .  
The apparatus used for TMBA is illustrated in Figure 2 .  The method is basically the  
well known Fischer a s s a y  procedure with provision for collecting a l l  of the  product 
gas  for later analysis by gas  chromatography. Coal is placed in the steel retort and 
the  head is bolted on t o  assure  no loss of vapors. The contents of the retort are 
heated to a terminal temperature of 930-950°F using a prescribed temperature-time 
profile. Oil and water a re  collected in the centrifuge tube which is immersed in  
ice water.  The gas  product passes  through a pressure activated solenoid valve and 
is collected in the g lass  container shown. Good material balances are obtained o n  
a routine bas i s .  

PILOT PLANT RESULTS WITH COAL 

1. Subbituminous Coal 

Our initial pilot plant work was carried out on several  hundred tons  
of subbituminous coal obtained from the Wyndak mine located near Gillette,  Wyo- 
ming. A typical analysis of this coa l ,  a s  received, is shown in Table 1. 

It is our observation, i n  the pilot plant retorting of this coal, that 
the  mechanical handling of the  solid and liquid products was very similar to that 
experienced in  extensive prior operations with oil sha le .  

Pilot plant retorting was conducted a t  three ratorting temperatures 
The with the  results given i n  Table 2 .  

char yield decreased with increased retorting temperature, and the  oil yield in- 
creased. The water yield was not defined accurately in the pilot plant s ince  some 
steam was used i n  the process.  Accordingly, the  water yield was calculated from 
the moisture of the coal and from Fischer a s s a y  da ta .  The compositions of the  coal 
feeds to these  four test runs were not identical ,  although each coal was from the 
Wyodak mine. 

TMBA data a re  included for comparison. 

Product char properties a re  l isted i n  Table 3 and plotted in  Figure 3 .  
The char volatile matter values decreased, and the  heating values increased a s  the  
retort temperature was raised. The general range of heating values obtained is 
excellent for boiler fuel application and represents about a 50% increase over the  
heating value of the corresponding raw coal.  

The properties of the  oil products a re  given in  Table 4 .  The oil  prop- 
ert ies change only sl ightly with increased retort temperature. The low sulfur values 
are to b e  noted. The oils a re  rich in potential chemical values.  In particular, t he  
IBP to 446OF portion of the tar produced i n  Run C-3 contained 65 weight percent of 
phenols, c reso ls ,  and cresylic ac ids .  

The retort gas  yields a r e  given in Table 2 .  The product gases  gave 
the analyses  shown in  Table 5 .  I t  is to be noted that the mixture obtained has a 
high heating value,  and the heating value obtained after removal of acid gases  is 
in the natural gas  range. Removal of the  butane and heavier components for other 
use would tend to slightly reduce the reported heating values.  
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FIGURE 1. TOSCOAL Process 
FLUE GAS TO ATMOSPHERE 

TOSCOAL PROCESS 
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TABLE 1- 

WYODAK COAL ASSAY 

(Samples 120-8, 120-10) 

Proximate (wt %) 

Moisture 30.0 

Ash 5.3 

Volatile Matter 30.7 

Fixed Carbon 34.0 

Total 100.0 

Heating Values, 

Gross, Btu/lb 8,139 

Net, Btu/lb 7,570 

Other Data 

Free Swelling Index 

Hardgrove Grindability 

Lb S02/MM Btu 

Ultimate (wt %) 

Carbon 

Hydrogen 

Oxygen 

Nitrogen 

Sulfur 

Moisture 

Ash 

Total 

0 

56  

0.74 

46.4 

2.8 

14.7 

0.7 

0.3 

30.0 

5.3 

100.2 



TABLE 2 

TOSCOAL RETORTING OF WYODAK COAL 

Product Yields (lb/ton of as-mined coal) 

Pilot Plant 
8OO0F 900°F 97OVF Retort Temperature - -  

Run No. 

Char 

Gas (C3 and lighter) 

(SCF/to n)  

Oil (C4 and heavier) 

(gal/ton) 

Water 

Totals (lb) 

Recovery (%) 

C-8 

1049.0 

119.0 

.(1250.0) 

114.0 

(13.2) 

702.0* 

1984.0 

99.2 

c-2 

1011.7 

156.7 

(1777.0) 

143.0 

(17.4) 

702.0" 

2013.4 

100.7 

c-3 

968.7 

126.0 

(1624.9) 

186.2 

(21.7) 

702.0* 

1982.9 

99.1 

TMBA a 
3383 

989.7 

156.5 

(1876) 

157.8 ~ 

(19.8) 

702.0 

2006 

100.3 

* Value assumed from Fischer assay and moisture content. The addition 

of steam t o  the process prevented accurate measurement of water produced 

in retorting. 

TMBA Tosco Material Balance Assay, No.  3383 

238 



TABLE 3 

TOSCOAL CHAR PROPERTIES 

Pilot Plant 

8OO0F 900°F 97OoF --- Retort Temperature 

Run N o .  C-8* c-2 c- 3 

Proximate (wt %) 

Moisture 0 .0  0.0 0.0 

Ash 12.4 10 .0  9.8 

Volatile Matter 25.3 19.7 15.9 

Fixed Carbon 62.3 

Total 100.0 

Ultimate (wt %) 

Carbon 68.8 

Hydrogen 3.4 

Oxygen 13.3 

Sulfur 0.5 

Other Data 1 . 0  

Equilibrium Moisture (wt %) 10.0 

Hardgrove Grindability 59.5 

70.3 

100.0 

_ _ _ -  

74.7 

3.0 

11.8 
0.2 

1.2 

10.8 

49.1 

74.3 

100.0 

77.5 

2.9 

8.3 
0.3 

1.3 

9.9 

45.6 

Heating Values 

Gross , Btu/lb 11,826 12,560 12,963 

Lb SO2/MM Btu 0.85 0.32 0.46 

& 
3383 

0.0 

8.9 

15.8 

5.3 

100.0 

76.5 

3.0 

7.8 
0.4 

ND 

ND 

13,155 

0.61 

* Feed Wyodak coal  was different from that used in  runs C-2 and C-3. 

ND N o t  determined TMBA Tosco Material Balance Assay, N ~ .  3383 
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TABLE 4 

TOSCOAL OIL PROPERTIES 

Retort Temperature 

Run No.  

Ultimate (wt%) 

Carbon 
Hydrogen 
Oxygen 
Nitrogen 
s ulf UT 

Total 

Heating Value (Gross,  Btu/lb) 

API Gravity 

Pour Point (OF1 

Conradson Carbon (wt%) 

Distillation** (~01%) 

2.5 
10 
20 
30 
40 
50 

Viscosity (SUSl 

1 8 0 9  
2 1 0 9  

Pilot Plant TMnA 
W F  E F  __ 935OF 

C-8* 

81.4 
9.3 
8.3 
0.5 
0.4 

99.9 

16,590 

7.9 

90  

7.6 

4 1 3 9  
49 0 
575 
645 
710 
765 

122 
63 

c-2 c-3 3383 

80.7 80.9 81.4 
' 9 .1  8.7 9.4 

9.4 9.3 7.0 
0.7 0.7 0.6 
0.2 0.2 0.2 

100.1 99.8 98.6 

16,217 15,964 16,465 

4.5 1.9 12.8 

-- 

100 9 5  ND 

9.9 11.4 ND 

420°F 39OoF ND 
475 405 
550 455 
62 5 545 
700 640 
775 725 

123 128 ND 
66 69 ND 

* Feed Wyodak coa l  was  different from that used in Runs C-2 and C-3. 

** Combination of TBP and D-1160 disti l lat ions.  

TMBA Tosco Material  Balance Assay,  N o .  3383 ND Not Determined 
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TABLE 5. 

TOSCOAL GAS ANALYSES 

Retort Temperature 

Run No.  

Component (mole %) 

HZ 

co2 
H2S 
CH4 

C2H4 

co 

'ZH6 

C3H8 

C3H6 

iC4H10 
C4's (other) 
C5'S 

C6'S 

C7'S 

'8' 
Total 

Pilot Plant 
W F  

C-8* 

0.8 

18.0 
51.1 

1.7 
16.9 

3.6 

1.9 

1.3 
1.6 

0.1 

0.3 
1.0 

0.7 

0 .5  

0.2 
99.7 

Average Molecular Weight 35.9 

Weight Percent Carbon 40.5 

Heating Values (Calculated) 

Gross, Btu/SCF 534 
N e t ,  Btu/SCF I 494 
Calculated with C02 

and H2S removed 

Gross,  Btu/SCF 1,113 
Net ,  Btu/SCF 1,029 

C-2 

1.0 

17.3 
42.3 

1.3 
22 .o 

4.7 

1.9 

2.2 
3.7 

0.1 

2 .O 
1.8 

0.6 

0.1 

0.0 
101 .o 

35.0 

45.9 

717 
663 

1,234 
1,138 

c- 3 

7.8 

18.4 
36.4 
0.3 

24.9 
4.4 

2.4 

1.2 
1.6 

0.0 

1.1 
0.7 

0.4 

0.3 

0.1 
100.0 

30.6 

44.7 

630 
580 

995 
920 

935% 

3383 

5.6 

15.1 
44.7 

0.8 
22.4 

4.6 

2.3 

1.2 
1 .4  

0.1 

1.0 
0.5 

0 .5  

0.0 

0.0 
100.2 

32.3 

42 .O 

552 
508 

998 
9 19 
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2 .  Higher Rank Coals 

The successful  operation of the TOSCOAL pilot plant with sub- 
bituminous coal was  encouraging and suggested a c c e s s  to m o s t  of the Western 
coals and lignites. However, some Western coals  and most of the  Eastern coals  
a re  of higher rank and have an  FSI ranging from 1 to 9 .  The feasibility of retorting 
with heated ceramic balls was in question s ince caking coals fuse  below the retort- 
ing temperat,ure range of 800-1100%. Some short process tes ts  with Illinois N o .  5 
coal (FSI-4) confirmed tha t  the retort m i x  became "sticky" and resis tant  to  flow. 

We f i rs t  processed six tons of coal  from the Plateau Mine (Price, 
Utah) which had an  FSI of 1, i.e., only a slight tendency to swell on heating. 
Coal assays  are l is ted i n  Table 6 and pilot plant product yields and properties 
are  given in Table 7 ,  along with comparative TMBA resul ts .  N o  problems were 
encountered with this  c o a l  and no pretreatments, other than the usual drying and 
preheating, proved to  b e  necessary.  

Processing of Illinois N o .  6 coal ,  having a n  FSI of 3.5, required pre- 
treatment with steam and a i r  a t  57OoF i n  a fluid bed before retorting. Pilot plant 
operability was good af ter  this  deagglomeration. 

Assay da ta  for the  raw and pretreated coal are given in Table 6.  
The effect of deagglomeration was  t o  decrease the TMBA oi l  yield and to increase 
the  char yield. Deagglomeration presumably involves uptake of oxygen by the coal 
s ince subsequent pyrolysis (TMBA) shows an  increase i n  product carbon dioxide i n  
the  gas .  
ing value for coal treated with steam and a i r  was 3 1  pounds. 

The raw coal  yielded 11 pounds of C02 per ton of coal, and the  correspond- 

Pilot plant processing of three tons of the  deagglomerzted coal was 
carried out t o  produce t h e  results given in Table 7 .  Due t o  the short run length, 
material balances were not attempted a t  each of the  two conditions. 

LABORATORY RETORTING 

It is not a lways possible t o  obtain sufficient t e s t  coal for pilot plant opera- 
tions. A s  described above, we have used the TMBA procedure to investigate retorting 
of small quantities of coal. Although TMBA is a batch operation and TOSCOAI. pro- 
cessing is continuous, w e  have found the  product yields and product properties t o  
be sufficiently similar to encourage wider use of this  relatively simple laboratory 
procedure. 

An excellent application of the  use of low temperature carbonization a s  a n  
a s s a y  technique for coa l  was reported by Landers in 1961 (12 ) .  Data,  similar to 
those produced using TMBA, were reported on 2 2 0  domestic and foreign coa ls .  

The Tosco Fischer a s s a y  procedure has been applied to  a number of Western 
coals and lignites. Five examples, other than those discussed above, a re  described 
i n  Table 8 .  The  a s s a y s  of the  coals  and product chars are  shown. The increase in 
t h e  heating value of the char, a s  compared to  the raw coal ,  is to be noted. In exam- 
ination of product yields ,  it is apparent that low temperature carbonization of the  
materials shown produces about a 50% yield of char ,  based on the  as-mined raw 
coal or lignite. G a s ,  o i l  and water yields vary with the source of the coa l  and 
with the retorting conditions. 
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TABLE 6 

ASSAYS OF PLATEAU COAL, ILLINOIS NO. 6 COAL 
AND DFAGGLOMERATED ILLINOIS NO. 6 COAL 

Proximate (wt%) 
Moisture 
Ash 
Volatile Matter 
Fixed Carbon 

Total 

Illinois N o .  6 Coal  
Plateau Coal  A s  Received Deagqlomerated 

10.0 8.8 0.7 
13.0 6.7 8.3 
34.1 32 .O 31.6 
42.9 52.5 59.4 

100.0 100.0 100.0 

Sulfur 0.9 0.7 0.7 

Free Swelling Index (FSI) 1.0 3.5 1.5 

Heating Value (Gross,  Btu/lb) 11,906 13,293 13 ,071  
(Dry Basis) 

TMBA Results (Dry Coal Basis) 

TMBA No. 

TMBA Temp. (OF) 

Oil ,  lb/ton 
(gal/ton) 
(API) 

Char, lb/ton 
Gas ,  lb/ton 

(SCF/ton) 
(Btu/SCF) 

Water, lb/ton 
Total lb/ton 

1252 

970 

358.3 
(45.6) 
(18.6) 

1,417.9 
140.1 
(2 I 039) 

(945) 
76.5 

1,992.8 

1340 

932 

245.9 
(27.9) 

(2.2) 
1,603.6 

79.1 
(1,360.8) 

(1025) 
39.9 

1,968.5 

1341  

932 

166.6 
(19.0) 

(2.7) 
1,675.2 

103.8 
(1,630.7) 

(857) 
40.8 

1,986.4 
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Using t h e  type of data given in Table 8 it is feasible  to estimate the  yields 
and product properties to be obtained from commercial operations a t  any desired scale .  

UTILIZkTIOP.: OF PRODUCT CHAR 

Utility Boiler Fuel 

Important characteristics of solid fuels include the temperature of igni- 
t ion,  t h e  temperature a t  the maximum rate of ignition, and the temperature at which 
complete burnout occurs .  In  m o s t  cases  higher volatile matter and higher surface area 
a re  reflected in  improved ignition characteristics. Chars from lower rank coals ,  such 
a s  lignite and subbituminous, generally ignite and burn rapidly due t o  the large surface 
a rea .  

Laboratory t e s t s  have been conducted on TOSCOAL chars by three major 
One found that the  ignition characteristics were satisfactory and boiler nianufacturers. 

concluded that the char could be burned readily in  a conventional, horizontally-fired 
boiler. Babcock and Wilcox personnel conducted burning profile t e s t s  on char in com- 
parison to other solid fuels  using the procedure published by Wagoner and Duzy (13) .  
The results are illustrated i n  Figure 4 .  The "C-4 TOSCO" char was produced i n  our 
pilot plant from Wyodak coal  by retorting a t  800°F. The Tosco char ignited more read- 
i ly  and burned out completely a t  a lower temperature than did bituminous c o a l s ,  

Another boiler f i r m  conducted small sca le  firing tes t s  with char from the 
C-3 pilot plant run. They concluded that this  low VM char (16%) burned i n  a similar 
fashion to  Pennsylvania low volatile bituminous coal .  

Commonwealth Edison (Chicago) and others have extensively investi- 
gated t h e  utility boiler firing of partially dried lignite (5). Improvements over firing 
raw lignite were observed. 

Texas lignite has been used as  a boiler f u e l  after both charring and 
drying (14) .  The currer,t practice of Texas Utilities i s  to burn dried lignite at their 
Rockdale mine faci l i ty .  

Formcoke 

There is currently great interest in finding a substitute for the conven- 
tional blast furnace coke used i n  making iron for subsequent conversion to  s tee l .  The 
coke is m a d e  from expensive coking coals ,  and the manufacturing process involves 
substantial a i r  pollution. The use of non-coking coa ls ,  such a s  those found i n  the 
Western United States would be attractive since they are  cheap and t h e  supply is 
virtually limitless. Much of the technology currently being investigated for manu- 
facturing synthetic coke (formcoke) involves pyrolysis of non-coking ccals  and sub- 
sequent production of calcined briquettes or pellets from the  char (15,16,17,18). 
The addition of a pitch binder and sometimes some coking coal and other sol ids  is 
required. Our judgment is that the TOSCOAL process can produce a satisfactory 
char and ,  after further oil processing, the pitch binder in a n  efficient and environmen- 
ta l ly  c lean manner. 

Feed to Gasif icat ion 

One of the  major problems encountered i n  coal gasification is han- 
dling the  tars produced along with the primary gas  product. These tars may cause 
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problems in heat recovery,. i n  recovery of particulate solids and in  water purification. 
Gasification of TOSCOAL char produces a synthesis qas  free of tars and very low in  
methane, a s  illustrated in Tdble 9 .  Such a gas can be converted to high purity hydro- 
gen or used a s  synthesis  gas  ieed for methanol production. 

Gasification of char has  been investigated previously by F M C  and 
others in the consortium called COGAS Development Company (19 ,20,21), 

TABLE 9 

GASIFICATION OF TOSCOAL CHAR 
FROM ILLINOIS NO. 6 COAL 

Conditions 

Reactor Temperature (9.) 1525 
Fluidizing Gas Steam (no air or 02) 

Product G a s  Composition (Mole %) 

Tota 1 

UTILIZATION OF OIL 

59.5 
18.3 
19.9 
0.1 
2.3 

100.1 

Oil from low temperature carbonization, 8 0 0 - 1 0 0 0 9 ,  of coal differs from 
tha t  produced in a coke oven (1600'F) i n  that it contains a larger amount of oxygen 
and hydrogen and lower levels  of pure compounds such a s  benzene and naphthalene I 

Use of oil from TOSCOAL processing a s  a fuel oil is reasonable. Oils from 
Western coals and lignites generally have low-sulfur contents. 

The oil from Run C-3, 9 7 0 9  retorting of Wyodak coal (Table 4) yielded, by 
distillation, a n  IBP to  446OF fraction having a cresylic acid content of 65 volume 
percent. These acids  a re  used in  the manufacture of phenolic resins and phosphate 
es te r  plasticizers. 

Oils from low temperature carbonization have been hydrogenated to a synthetic 
crude o i l  which has  then been evaluated a s  a refinery charge stock (22) ,  and a s  a 
carbon black feedstock ( 2 3 ) .  

After thermal treatment, oil from low temperature carbonization of lignite can 
be used a s  electrode pitch (24) and for the manufacture of coke (25). 

Pitch, t o  b e  used i n  formcoke manufacture, can be made by air blowing the 
liquid product from low temperature carbonization (26). 
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ECONOMICS _____ 

Thc cost  of a potential commercial TOSCOAL processing plant, using a subbitu- 
minous coa l  of the Big Horn type has been estimated. The design plant capacity yields ore: 

1) Feed ra te ,  ton/day of "as mined" coal 7,230 

2 )  Dry char product, ton/day 3,910 

3)  Oil product, bbl/day 4,130 

4) Net product g a s ,  MM Btu/day 2,261 

5) N e t  g a s ,  oil  and dry char HHV values 
a s  a percent of wet feed HHV 94.7 

Part of the hydrocarbon product m i x  is used internally a s  process fuel.  

The plant envisioned is based on a maximum s i ze  single pyrolysis train 
operating at a retort temperature of 900°F. Operation E t  800°F would increase 
plant capaci ty ,  but would produce somewhat less liquid product per ton of feed coal.  

The investment, i n  June 1976 dollars,  would be $73 million for the  pyrolysis 
battery l i m i t s .  The investment cos t  does not include the mine, feed preparation, 
product storage,  land, buildings, rail  siding and loading facil i t ies and offsite util- 
ities. Equipment for sulfur dioxide removal is also not included but may not be nec- 
essary. 

Components of the operating cost are:  

1) A total  of 2 8  shift workers 

2) Maintenance cost of $2.8 MM/year 

3) Operating supplies o f  $0.5 MM/year 

4 )  Power requirement of 37 MM KWH/year 

Expenditure of t hese  estimated investment and operating costs would produce 
a superior solid fuel which would offer cost  savings in utility power generation. A 
recent study (27) compared investment cos ts  and operating parameters for a 500 mega- 
watt P.C.  (pulverized coal) fired boiler to be fired,  on the  one hand, with Gillette,  
Wyoming coal and North Dakota lignite and,  on the  other hand, with chars from these 
coa ls .  In the Gillette coal ca se  a n  investment savings of nine dollars per installed KW 
can be realized, for the boiler island, in changing fuels from raw coal to char. These 
savings a re  mainly in  reduced requirements for pulverizers and for boiler furnace s i ze .  
Further, boiler efficiency would improve by 5.3% and internal power consumption, mainly 
for fans  and pulverizers, would decrease by 2,500 KW. 

Corresponding savings in the North Dakota lignite c a s e  were higher. The invest- 
ment would be reduced by $17.5 per installed KW. Boiler efficiency would improve by 
6.8%, and internal power consumption would decrease by 6,300 KW. 
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In  addition to savings i n  power generation, a n  advantage of char over m o i s t ,  
" a s  mined" coal and lignite would be in lowered freight costs. Assuming a freight cost  
of 12 mills/ton mi le ,  t he  cost of shipping a ton of Wyodak coal (Table 1) 1,000 miles 
would b e  $12 . O O  or $ .74/MM B t u .  On the  same bas i s ,  the  cost of shipping one ton 
of Wyodak char (C-8 run, Table 3) would be only $.51/MM Btu. This saving assumes 
there would be no offsetting cost  in  handling the  more pyrophoric and dusty char. 

Covered hopper cars  have been manufactured by Thrall Car Manufacturing 
Company (Chicago Heights,  Illinois) and perhaps could be used to haul char produced 
from low temperature carbonization. Currently, the  "fl ip top" cars  are being used t o  
sh ip  "a s  mined" lignite across  North Dakota t o  the  Big Stone Power project a t  Big Stone 
City,  South Dakota. The covered car was needed t o  reduce dust  loss and to prevent 
freezing during the  winter. 

SUMMATION 

TOSCOAL processing of coal is based on technology acquired i n  twenty years 
of continuous work on t h e  TOSCO I1 oil sha le  retorting process.  Coals of low rank 
c a n  be used directly. Those of higher rank may be retorted after treatment with air  
and steam to effect decaking . 

Processing of Western coa ls  and lignites is of interest in  reducing the large 
freight cos ts  currently involved in  transporting moisture and non-combustible components. 
Use of chars rather than coa l  a s  utility boiler fuels offers investment and operating 
cost advantages. Chars produced may a l s o  be used in  the  manufacture of formcoke 
and as a n  improved feedstock in gasj.fication. 

Liquid products may be used a s , a  fuel,  and a s  a source of chemicals, coke 
and pitch binders. 

High heating value gas is produced a s  a coproduct. 
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